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ing at least a particulate pigment having a sulfur-con- 
taining dispersibility providing group chemically bonded 
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jet recording wherein the amount of the sulfur-contain- 
ing dispersibility providing group is kept to a predeter- 
mined value or more, (c) an ink for ink jet recording 



wherein the sulfur-containing dispersibility providing 
group is a predetermined ion group and the cation as its 
counter ion is predetermined, (d) an ink for ink jet re- 
cording comprising a specific preservative incorporated 
therein, and (e) an ink for ink jet recording comprising a 
predetermined penetrating agent incorporated therein, 
which can give a fast-drying image having a high print 
density free from print bleeding, has a high storage sta- 
bility and can be easily prepared. An ink set and ink car- 
tridge for ink jet recording comprising the foregoing ink 
are also provided. 
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Description 

Technical Field 

5 [0001 ] The present invention relates to an ink for ink jet recording, a process for the preparation thereof, an ink set 
for ink jet recording, and an ink cartridge. 

[0002] More particularly, the present invention relates to an ink for ink jet recording comprising at least a particulate 
pigment having a sulfur-containing dispersibility providing group chemically bonded to the surface thereof with a treat- 
ment containing sulfur, a penetrating agent, and water, characterized by the following aspects: 

10 

(a) An ink for ink jet recording wherein the sulfur content in the liquid component of the ink is kept to a predetermined 
level or less (hereinafter referred to as "first ink of the invention"); 

(b) An ink for ink jet recording wherein the amount of the sulfur-containing dispersibility providing group is kept to 
a predetermined value ormore (hereinafter referred to as "second ink of the invention") and a process for the 
preparation thereof; 

(c) An ink for ink jet recording wherein the sulfur-containing dispersibility providing group is a predetermined ion 
group and the cation as its counter ion is predetermined (hereinafter referred to as "third ink of the invention") and 
a process for the preparation thereof; 

(d) An ink for ink jet recording comprising a specific preservative incorporated therein (hereinafter referred to as 
"fourth ink of the invention"); and 

(e) An ink for ink jet recording comprising a predetermined penetrating agent incorporated therein (hereinafter 
referred to as "fifth ink of the invention"). 

[0003] The present invention further relates to an ink set for ink jet recording comprising the foregoing first and second 
25 inks of the invention. The present invention still relates to an ink cartridge for ink jet recording apparatus. 

Background Art - 

(Prior art concerning ink) 

30 

[0004] As a colorant to be incorporated in an ink for ink jet recording there has heretofore been mainly used a dye. 
The use of a dye, which exhibits an excellent fastness, has recently been studied. 

[0005] A pigment is superior to a dye in respect to fastness such as water resistance and light-resistance. However, 
since a pigment cannot be dissolved in water unlike a dye, it is important for pigment ink to allow the pigment to be 
35 finely dispersed in water in a stable manner. Further, when a penetrating agent is incorporated in a pigment ink for the 
purpose of enhancing the penetrating power of the ink, the dispersion stability of the particulate pigment is remarkably 
impaired, making it impossible to secure the ink with a desired storage stability. 

[0006] As a method for rendering the surface of a particulate pigment wettable with water to prevent the agglomeration 
and precipitation of pigment particles, it has been practiced to disperse pigment particles in an aqueous solvent with 

40 a dispersant such as various surface active agents and aqueous resins. For examples, JP-A-3-1 57464 (The term "JP- 
A" as used herein means an "unexamined published Japanese patent application") gives a study of a pigment ink 
comprising an acetylene glycol-based penetrating agent incorporated therein wherein as a dispersant for particulate 
pigment there is used a polymer dispersant and as an aqueous medium there is used water, nonvolatile organic solvent 
or lower alcohol to secure the dispersion stability thereof. However, when a dispersant is thus used for particulate 

45 pigment, the preparation of the ink requires more factors, making It difficult to allow desired design of ink physical 
properties such as viscosity. With this pigment ink, too, the foregoing problem that desired print density can be hardly 
secured is left unsolved. 

[0007] As another method for dispersing a pigment in water there has been proposed a technique involving the 
introduction of sulfonic acid group onto the surface of a particulate pigment. For example, JP-A-10-110129 discloses 

so a recording solution for ink jet recording comprising a sulfonated surface-treated organic pigment obtained by treating 
with a sulfonating agent an organic pigment dispersed in a solvent free of active proton. The above cited patent appli- 
cation discloses that the foregoing recording solution for ink jet recording, has a stable dispersibility and thus can be 
securely ejected from the nozzle. Further, JP-A-1 1 -49974 discloses that an organic bulk pigment which can be positively 
charged on the surface thereof is prepared by treating an organic bulk pigment having a sulfonic acid group introduced 

55 therein with a monovalent metal ion. The above cited patent application also discloses an aqueous ink composition 
which comprises a particulate pigment prepared from the surface positively chargeable organic bulk pigment, a dis- 
persant and water and thus exhibits an excellent storage stability. 

[0008] The inks comprising a surface-treated particulate pigm nt proposed in the foregoing two patent applications 
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can satisfy various requirements as compared with the conventional pigment-based ink jet recording inks but leave 
something to be desired in storage stability because th y comprise various components incorporated therein in com- 
bination to have desired print quality and disability. 

[0009] On the other hand, an ink for ink jet printer is required to meet various physical properties. In particular, it is 
5 important to secure desired storage stability and ejection stability (prevention of dot drop and clogging). Further, printing 
on recording paper is required to meet the following requirements (1 ) to (3): 

(1 ) The printed image has little irregular bleeding; 

(2) The image which has been printed can rapidly dry; and 
10 (3) The printed image has a high print density. 

[0010] In order to meet the foregoing requirements (1 ) to (3), various studies have long been made. For example, 
an approach involving the enhancement of the penetrating power of an ink for the purpose of eliminating bleeding on 
printed image and improving the disability of printed image has been studied. U.S. Patent 5,156,675 proposes the use 
is of diethylene glycol monobutyl ether. U.S. Patent 5,183,502 proposes the use of an acetylene glycol-based surface 
active agent. 

[001 1] However, the foregoing ink which comprises such a penetrating agent incorporated therein to have a drasti- 
cally improved penetrating power is disadvantageous in that the colorant, too, penetrates deep into the recording paper, 
making il difficult to secure the printed image with a desired print density. 
20 [0012] ii has thus been desired to provide an ink for ink jet printer which can meet not only the foregoing requirements 
for physical properties, particularly storage stability and ejection stability (prevention of dot drop and clogging) but also 
the forego i n g req u i rements ( 1 ) to (3) . 

(Prior art concerning ink, particularly penetrating agent) 

25 

[0013] An ink to be used in ink jet recording is required to meet requirements that the printed matter thus obtained 
dry fairly dry and show no bleeding, the ink can be printed uniformly on the surface of all recording media and a plurality 
of colors, if any, be not mixed. A particular problem that can occur is that when paper is used as a recording medium, 
the ink can undergo bleeding with fibers having different penetrabilities. 
30 [001 4] The most conventional inks for ink jet recording comprise glycol ether incorporated therein as a wetting agent 
as disclosed in JP-B-2-2907 (The term "JP-B" as used herein means an "examined Japanese patent application"), 
comprise a water-soluble organic solvent as disclosed in JP-B-1-15542 or comprise a dye dissolution accelerator 
incorporated therein as disclosed in JP-B-2-3837. 

[0015] In order to enhance penetrating power, the addition of diethylene glycol monobutyl ether has been studied 
35 as disclosed in U.S. Patent 5,156,675, the addition of Surfynol 465 (produced by Air Products Co., Ltd.), which is an 
acetylene glycol-based surface active agent, has been studied as disclosed in U.S. Patent 5,1 83,502, and the addition 
of both diethylene glycol monobutyl ether and Surfynol 465 has been studied as disclosed in U.S. Patent 5,196,056. 
Diethylene glycolmono-n-butylether is called "butyl carbitor and is disclosed in, e.g., U.S. Patent 3,291 ,580. Further, 
U.S. Patent 2,083,372 give a study of the use of ethers such as diethylene glycol as an ink. 
40 [0016] Most inks comprising a pigment are mainly arranged to have a lowered penetrating power that prevents them- 
selves from wetting the surface of paper to secure desired print quality. These inks have been put to practical use. 
Further, an ink comprising methylene glycol monomethyl ether incorporated therein as a pigment has been proposed 
as disclosed in JP-A-56-1 47861 . An ink comprising an ether such as ethylene glycol, diethylene glycol and Methylene 
glycol incorporated therein as a pigment has been proposed as disclosed in JP-9-111165. 

45 

(Prior art concerning ink set) 

[0017] An ink jet recording method is a printing method which comprises allowing a droplet of ink composition to fly 
and adhere to a recording medium such as paper to effect printing. In accordance with this printing method, a high 

so resolution and fidelity image can be printed at a high speed using a relatively inexpensive apparatus. 

[0018] As an ink jet recording method there has recently been proposed a method which comprises applying a 
polyvalent metal salt solution to a recording medium, and then applying an ink composition comprising a dye material 
having at least one carboxyl group thereto (as disclosed in JP-A-5-202328). It is proposed that this ink jet recording 
method allows the formation of an insoluble composite from a polyvalent metal ion and a dye and the presence of the 

55 composite makes it possible to obtain a high fidelity water-resistant image free from color bleeding. 

[0019] It has also been proposed that the combined use of at least a surface active agent or penetrating solvent for 
providing penetrating power, a color ink containing a salt, and a black ink which undergoes thickening or agglomeration 
when acted upon by the salt makes it possible to obtain a high fidelity color image having a high imag density free 
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from color bleeding (as disclosed in JP-A-6-1 06735). In other words, an ink jet recording method has been proposed 
which compnses printing two solutions, i.e., first solution containing a salt and ink composition to obtain a good image 
[0020] The recent trend of an ink jet recording method is that a plurality of color ink compositions are subjected to 
ink jet recording to form a color image. In general, a color image is formed by three color ink compositions, i.e., yellow 
mk composition, magenta ink composition and cyan ink composition, optionally four color ink compositions, i.e. black 
ink composition in addition to the foregoing three color ink compositions. 

[0021] An ink composition to be used in the formation of such a color image is required to have a good color devel- 
opability itself as well as allow the development of a good half tone color when combined with a plurality of ink com- 
positions. 

(Prior art concerning ink cartridge) 

[0022] In a printer such as Inkjet printer, an ink cartridge is used to feed the ink to the printer. Such an ink cartridge 
comprises a porous material impregnated with an ink received in a case. 

[0023] A porous material to be impregnated with an ink often has various reactive materials or impurities attached 
thereto or left therein. Accordingly, when such a porous material is impregnated with an ink, the reactive materials or 
impurities in the porous material are eluted with the ink to change the composition of the ink or act with the ingredients 
in the ink. The resulting crystal can have adverse effects on the printing characteristics. For example, a polyurethane 
foam which is widely used as an ink impregnating porous material is prepared in the presence of an organic metal 
compound (e.g., organic tin compound) as a catalyst. Accordingly, when the polyether urethane foam comes in contact 
with an ink, the organic metal compound is eluted with the ink to undergo recrystallization in the ink. The organic metal 
compound thus recrystallized adheres to the inner surface of the nozzle. This causes the ink thus ejected to fry in a 
deviated direction or the ink to clog the nozzle. 

[0024] It has thus been desired to develop an inkfor Inkjet recording which meets the foregoing physical properties 
particularly desired storage stability and ejection stability, and the foregoing requirements (1) to (3) at the same time 
and an ink cartridge which causes substantially no change of these physical properties and printing properties of ink 
1 for ink jet printer. 

Disclosure of the Invention 

(Problems that the Invention is to Solve] 

[0025] The inventors made extensive studies of requirements for the foregoing ink for ink jet printer ink set for ink 
jet printer and ink cartridge. As a result, a specific particulate pigment having a sulfur-containing dispersibility providing 
group chemically bonded to the surface thereof with a treatment containing sulfur was developed Thus the present 
invention has been worked out. Objects (problems) of the invention will be described in detail with reference to roughly 
divided aspects, i.e., "ink for ink jet recording (first to fourth inks of the invention)", "ink for ink jet recording (fifth ink of 
the invention", "ink set for ink jet recording" and "ink cartridge" according to the invention. 

<Object (problem) of ink for ink jet recording (first to fourth inks of the invention) according to the invention> 

[0026] The inventors made extensive studies of an ink which satisfies the foregoing ink physical properties and 
pnnting properties required for ink for ink jet recording at the same time. As a result, it was found that the ink which 
satisfies the foregoing ink physical properties and printing properties at the same time can be realized by an ink for ink 
jet recording comprising at least a particulate pigment having a sulfur-containing dispersibility providing group chem- 
ically bonded to the surface there of with a treatment containing sulfur, a penetrating agent, and water, characterized 
by the following aspects: 

(a) An inkfor Inkjet recording wherein the sulfurcontent in the liquid component of the ink is kept to a predetermined 
level or less (hereinafter referred to as "first ink of the invention"); 

(b) An ink for ink jet recording wherein the amount of the sulfur-containing dispersibility providing group is kept to 
a predetermined value or more (hereinafter referred to as "second ink of the invention") and a process for the 
preparation thereof; 

(c) An ink for Inkjet recording wherein the su If u containing dispersibility providing group is a predetermined ion 
group and the cation as its counter ion is predetermined (hereinafter referred to as "third ink of the invention") and 
a process for the preparation thereof; and 

(d) An ink for ink jet recording comprising a specific preservative incorporated therein (hereinafter referred to as 
"fourth ink of the invention"). 
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[0027] The ink for ink jet recording (first to fourth inks of the invention) according to the invention is based on the 
foregoing knowledge. An object of the invention is to provide a pigment ink for ink jet recording (first to fourth inks of 
the invention) excellent in fastness (light-resistance, water resistance, etc.), characterized in that the for going r quire- 
ments for ink for ink jet recording can be satisfied at the same time while securing the desired storage stability of the ink: 

5 

(1) Little irregular bleeding on the printed matter; 

(2) The image which has been printed can rapidly dry; 

(3) The printed image has a high print density; 

(4) The ink is provided with an excellent storage stability; and 
10 (5) The ink can be easily prepared. 

<Object (problem) of ink for ink jet recording (fifth ink of the invention) according to the invention> 

[0028] As previously described in the clause "(Prior art concerning ink: mainly concerning penetrating agent)", the 
is penetrating properties ot an ink has been studied. Most of the prior art inks leave something to be desired. In the case 
where a method involving the inhibition of wetting on the surface of paper is used, the prior art inks bleed over ordinary 
paper, particularly regenerated paper, which is often used, and thus take much time to dry. Accordingly, when printed 
continuously, the >nk wh en has been printed on paper can difficultly dry, making ft impossible to allow immediate printing 
thereon. Regcnernied paper is a mixture or various paper components and thus is an aggregate of paper components 
*o having different punutiAOihticb The difference in penetrability between paper components makes it easy for the ink to 
bleed. 

[0029] An ink comprising * pigment is disadvantageous in that when printed on, e.g., a paper containing an ordinary 
sizing agent as a rccoromg medium the pigment is left behind on the surface of paper or the like, accelerating fretting, 
unless the ink is provided with some penetrating power. However, when the penetrating power thus provided is insuf- 
25 f icient, the kind of iho paper to be utod must be restricted or the quality of printed image can be deteriorated. Further, 
most inks comprising a pigment comprise a methyl ether as used in JP-A-56-147851 as a glycol ether for controlling 
the penetrating powdet thereof No pigment-based inks for ink jet recording which can exhibit a penetrating power 
improved with butyl ethers to print on various papers with little bleeding have been known. 

[0030] The fifth ink of !ho inveniior gn/es solution to these problems. An object (problem) of the invention is to provide 
30 an ink for ink jet recording which can penetrate very rapidly into ordinary paper and regenerated paper or coated paper, 
which is widely used in roccn: years, to print with little bleeding and a high print quality. 

<Object (problem) of in* scl lor ink jet recording according to the invention> 

35 [0031] In the case where as a coloring agent for ink there is used a pigment, different pigments give different surface 
physical properties. In order to stabilize dispersion, the kind and added amount of the dispersantto be used must be 
properly changed depending on the kind of the pigment to be dispersed. Such a dispersion has the following disad- 
vantages (problems) (6) and (7) : 

(6) Even if a pigment which can give a proper color reproduction range and a high saturation is selected as a coloring 
40 agent for ink, the resulting ink cannot exhibit physical properties desirable for ink jet recording. After all, the capability 

inherently given by the combination of pigments cannot be made the use of to disadvantage. 

(7) Most inks for ink jet recording exhibit an enhanced penetrating power with respect to paper to accomplish the 
prevention of color bleeding. However, ink additives for providing paper with penetrating power occasionally cause the 
desorption of the dispersant from the pigment to produce aggregates or change the physical properties of the ink. 

45 [0032] The inventors obtained knowledge that an ink for ink Jet recording comprising a pigment as a coloring agent 
for ink can avoid the foregoing problems by using various pigments having the same surface conditions. The inventors 
obtained another knowledge lhal a specific combination of pigments can accomplish a good color image. 
[0033] The ink set for ink jet recording according to the invention is based on the foregoing knowledge. Objects of 
the invention are as follows: 

so 

* To provide an ink set for ink jet recording which allows optimization of pigment concentration, extremely easy 
design of pigment ink and development of desired half tone colors to attain a good color image; 

* To provide an ink set for ink jet recording which can comprise specific pigments in combination to attain a better 
color image, particularly a good hue; and 

55 * To provide an ink set for ink jet recording excellent in the stability of ink dispersion. 
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<Object (problem) of ink cartridge according to the invention> 

[0034] The inventors found that an ink for ink jet recording which can satisfy the foregoing ink physical properties 
and print properties at the same time can be realized by keeping the sulfur content in an ink containing various surface- 
5 treated particulate pigments to a predetermined level or less as in the foregoing first ink of the invention. The inventors 
also found that an excellent ink cartridge can be prepared by impregnating an ink impregnating foam with this ink. 
[0035] The ink cartridge according to the invention is based on the foregoing knowledge. An object of the invention 
is to provide an excellent ink cartridge which can give desired storage stability and ejection stability (prevention of 
clogging) and maintain the print properties of the foregoing ink securely. 

10 

(Means for Solving the Problems) 
<First ink of the invention> 

15 [0036] The first ink of the invention gives, as a technical constitution for accomplishing the foregoing "object (problem) 
of ink for ink jet recording, (first to fourth inks of the invention) according to the invention", an ink for ink jet recording 
comprising at least a particulate pigment having a sulfur-containing dispersibility providing group chemically bonded 
to the surface thereof with a treatment containing sulfur, a penetrating agent, and water, characterized in that the sulfur 
content in the liquid component of the ink is 2,000 ppm or less, preferably 1 ,000 ppm as calculated in terms of S0 4 2_ . 

20 [0037] In a preferred embodiment of the first ink of the invention, the amount of polyvalent metal ions contained in 
the liquid component is 800 ppm or less. In another preferred embodiment of the first ink of the invention, the pigment 
is a carbon black pigment and/or organic pigment. In a further preferred embodiment of the first ink of the invention, 
the penetrating agent is an acetylene glycol-based surface active agent, acetylene alcohol-based surface active agent, 
1 ,2-alkylene glycol and/or glycol ether. 

25 [0038] A still further preferred embodiment of the first ink of the invention is an ink for ink jet recording further con- 
taining a material having a structure represented by the following general formula (1): 

R-EOn r POm r X (1) 

30 - 
wherein R represents a C^ 0 alkanol group which is an n-group and/or other isomers; EO represents an ethylene oxy 
group; PO represents a propylene oxy group, with the proviso that EO and PO are present in the molecule and their 
order of arrangement are arbitrary; X represents a hydrogen atom or -S0 3 M (in which M represents a hydrogen ion, 
alkaline metal, inorganic base or organic amine) ; and n 1 and m 1 each represent the number of repetition of EO and 

35 PO, respectively, which are each a value averaged over the entire system, i.e.,from0to 10andfrom1 to5, respectively. 
[0039] A still further preferred embodiment of the first ink of the invention is an ink for ink jet recording further con- 
taining a particulate polymer. The added amount of the particulate polymer is preferably from 0.5 to 1 0% by weight. 

<Second ink of the invention> 

40 

[0040] The second ink of the invention gives, as a technical constitution for accomplishing the foregoing "object 
(problem) of ink for ink jet recording (first to fourth inks of the invention) according to the invention", an ink for ink jet 
recording comprising at least a particulate pigment having a sulfur-containing dispersibility providing group chemically 
bonded to the surface thereof with a treatment containing sulfur, a penetrating agent, and water, characterized in that 
45 the amount of the sulfur-containing dispersibility providing group is 10 x 10 -6 equivalent or more per g of particulate 
pigment. 

[0041] In a preferred embodiment of the second ink of the invention, the sulfur-containing dispersibility providing 
group is a sulfonic acid group (-S0 2 OH) and/or sulfinic acid group (-RS0 2 H in which R is a a,_ 12 alkyl or phenyl group 
or modification product thereof). 
so [0042] In another preferred embodiment of the second ink of the invention, the absolute value of zeta-potential of 
particulate pigment at 20°C and pH value of from 8 to 9 in a diluted ink solution obtained by diluting the ink with ion- 
exchanged water such that the concentration of the foregoing particulate pigment is from 0.001 to 0.01 % by weight is 
30 mV or more. The adjustment of the pH value can be accomplished by the use of sodium hydroxide and hydrochloric 
acid. 

55 [0043] A further preferred embodiment of the second ink of the invention is an ink for ink jet recording comprising at 
least a particulate pigment having a sulfur-containing dispersibility providing group chemically bonded to the surface 
thereof with a treatment containing sulfur, a penetrating agent, and water, characterized in that the amou nt of the sulfur- 
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containing dispersibility providing group is 1 0 x 1 0 -6 equivalent or more per g of particulate pigment, the sulfur-containing 
dispersibility providing group is a sulfonic acid group (-S0 2 OH) and/or sulfinic acid group (-RS0 2 H in which R is a 
C1-12 alkvl or Phenyl group or modification product thereof) , and the absolute value of zeta-potential of particulate 
pigment at 20C and pH value of from 8 to 9 in a diluted ink solution obtained by diluting the ink with ion-exchanged 
5 water such that the concentration of the foregoing particulate pigment is from 0.001 to 0.01 % by weight is 30 mV or more. 

<Third ink of the invention> 

[0044] The third ink of the invention gives, as a technical constitution for accomplishing the foregoing "object (prob- 
10 lem) of ink for ink jet recording (first to fourth inks of the invention) according to the invention", an ink for ink jet recording 
comprising at least a particulate pigment, a penetrating agent, and water, characterized in that said particulate pigment 
has a sulfonic acid anion group (-SO 3 -) and/or sulfinic acid anion group (-RS0 2 in which R is a C 1-12 alkyl or phenyl 
group or modification product thereof) chemically bonded to the surface thereof and the counter cation of the sulfonic 
acid anion group and/or the counter cation of the sulfinic acid anion group is selected from the group consisting of 
15 alkaline metal ions and monovalent ions represented by the chemical formula (R 1 R 2 R 3 R 4 N) + (in R^ R 2 , R 3 , and R 4 
may be the same or different and each represent a hydrogen atom, aikyl group, hydroxylalkyl group or halogenated 
alkyl group). 

[0045] In a preferred embodiment of the third ink of the invention, the counter cation of the sulfonic acid anion group 
and/or the counter cation of the sulfinic acid anion group comprises al least one of lithium ion (Li + ), sodium ion (Na + V 
potassium ion (K + ), ammonium ion (NH 4 + ) and alkanolamine cation. 

[0046] In a further preferred embodiment of the third ink of the invention, the counter cation of the sulfonic acid anion 
group and/or the counter cation of the sulfinic acid anion group comprises at least Na + and NH 4 + . In a still further 
preferred embodiment of the third ink of the invention, the total amount of alkaline metal ion in the liquid component 
(vehicle) of the ink is 1 0,000 ppm or less, preferably 2,000 ppm or less, more preferably 1 ,000 ppm or less. 

25 

<Fourth ink of the invention> 

[0047] The fourth ink of the invention gives, as a technical constitution for accomplishing the foregoing "object (prob- 
lem) of ink for ink jet recording (first to fourth inks of the invention) according to the invention", an ink for ink jet recording 

30, comprising at least a surface-treated pigment independently dispersible in an aqueous solvent having a sulfur-con- 
taining dispersibility providing group chemically bonded to the surface thereof, a penetrating agent, and water, char- 
acterized in .that there are in corporated one or more selected from the group consisting of oxazolidine-based com- 
pound, alkylisothiazolone, chloroalkylisothiazolone, benzisothiazolone, bromonitroalcohol and chloroxylenol. 
[0048] In a preferred embodiment of the fourth ink of the invention, the oxazolidine-based compound is 4,4-dimeth- 

35 yloxazolidine, alkylisothiazolone is octylisothiazolone and/or methylisothiazolone, and chloroalkylisothiazolone is 
choromethylisothiazolone the added amount of which is preferably from 0.01 to 0.5% by weight. 

<Fifth ink of the invention> 

40 [0049] The fourth ink of the invention gives, as a technical constitution for accomplishing the foregoing "object (prob- 
lem) of ink for ink jet recording (fifth ink of the invention) according to the invention", an ink for ink jet recording comprising 
. at least a particulate pigment having a sulfur-containing dispersibility providing group chemically bonded to the surface 
thereof with a sulfur-containing treatment, a penetrating agent, and water, characterized in that said penetrating agent 
is a material having a structure represented by the following general formula (2), an acetylene glycol-based surface 

43 active agent, an acetylene alcohol-based surface active agent, 1 ,2-alkylene glycol and/or glycol ether. 



R-EOn 2 -POm 2 -X (2) 

wherein R represents a C^q alkanoi group which is an n-group and/or other isomers; EO represents an ethylene oxy 
group; PO represents a propylene oxy group, with the proviso that EO and PO are present in the molecule and their 
order of arrangement are arbitrary; X represents a hydrogen atom or -S0 3 M (in which M represents a hydrogen ion, 
alkaline metal, inorganic base or organic amine) ; and n 2 and m 2 each represent the number of repetition of EO and 
PO, respectively, which are each a value averaged over the entire system. 

[0050] In a preferred embodiment of the fifth ink of the invention, R in the general formula (2) is a butyl group, pentyl 
group, hexyl group, heptyl group, octyl group, nonyl group and/or decyl group wherein the butyl group is mainly com- 
posed of n-butyl group, isobutyl group and/or t-butyl group, the pentyl group is mainly composed of n-pentyl group and/ 
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or other isomers, the hexyl group is mainly composed of n-hexyl group and/or other isomers, the heptyl group is mainly 
composed of n-heptyl group and/or other isomers, the octyl group is mainly composed of n-octyl group and/or other 
isomers, the nonyl group is mainly composed of n-nonyl group and/or other isomers, and the decyl group is mainly 
composed of n-decyl group and/or other isomers. 
5 [0051] In a further preferred embodiment of the fifth ink of the invention, n 2 in the general formula (2) is from 0 to 10, 
m 2 in the general formula (2) is from 1 to 5, and the average molecular weight of the material represented by the general 
formula (2) is 2,000 or less. 

[0052] In a still further preferred embodiment of the fifth ink of the invention, the acetylene glycol-based surface 
active agent and acetylene alcohol-based surface active agent each are 2,4-dimethyl-5-hexyne-3-ol, 2,4,7,9-tetrame- 
10 thyl-5-desyne-4.7-diol, 3,6-dimethyl-4-octine-3,6-diol and/or 2,4-dimethyl-5-hexyne-3-ol, 2,4,7, 9-tetramethyl-5-de- 
syne-4,7-diol or 3,6-dimethyl-4-octine-3,6-diol having 30 or less ethylene oxy groups and/or propylene oxy groups 
added thereto on the average, the 1 ,2-alkylene glycol is 1 ,2-(C 4 _ 10 alkyl) diol, and the glycol ether is one or a mixture 
of two or more selected from the group consisting of diethylene glycol mono (C 4 . 8 alkyl)ether, triethylene glycol mono 
(C 4 . 8 alkyl)ether. propylene glycol mono (C 3 . 6 alkyl) ether and dipropylene glycol mono (C^ 6 alkyl)ether. 

15 

<Process for the preparation of second ink according to the invention> 

[0053] The process (or the preparation of the second ink of the invention gives, as a technical constitution of the 
process for the pieparaiion ol ine mk for ink jet recording according to the invention, a process for the preparation of 

20 an ink for ink jet iccord ny wiuch comprises treating the surface of a particulate pigment with a treatment containing 
sulfur to allow a suiiu containing dispersibility providing group to be chemically bonded to the particulate pigment, and 
then mixing the paniculate pigment ihus treated with a penetrating agent and water, characterized in that the treatment 
is used in such an amount that the amount of the sulfur-containing dispersibility providing group to be incorporated is 
10 x 10" 6 equivalent or mo#c per g of the particulate pigment. 

25 [0054] in a preferred ombodimont of the process for the preparation of the second ink for ink jet recording according 
to the invention, tho sulfur -containing dispersibility providing group is a sulfonic acid group (-S0 2 OH) and/or sulfinic 
acid group (-RS0 2 H in wructi Rsa C M2 alkyl or phenyl group or modification product thereof). In another preferred 
embodiment of the pr oco&s lor ir*> preparation of the second ink for ink jet recording according to the invention, there 
= is provided a step of subjecting sulfonic acid group and/or sulfinic acid group to ionic dissociation in the ink before 

30 the addition of the ink solvent 

[0055] In a further pref orrod embodiment of the process for the preparation of the second ink for ink jet recording 
according to the invention, the absolute value of zeta-potential of particulate pigment at 20°C and pH value of from 8 
to 9 in a diluted ink solution obtained by diluting the ink with ion-exchanged water such that the concentration of the 
foregoing particulate pigment is trom 0.001 to 0.01% by weight is 30 mV or more. The adjustment of the pH value can 

35 be accomplished by the use of sodium hydroxide and hydrochloric acid. 

<Process for the preparation of third ink according to the invention> 

[0056] On the other hand, the process for the preparation of the third ink comprises allowing a sulfonic acid anion 
40 group (-SO 3 *) and/or sulfinic acid anion group (-RS0 2 in which RisaC^g alkyl or phenyl group or modification product 
thereof) to be chemically bonded to the surface of the particulate pigment, and then mixing the particulate pigment 
thus treated with a penetrating agent and water, characterized in that the counter cation of the sulfonic acid anion group 
and/or the counter cation ot the sulfinic acid anion group is selected from the group consisting of alkaline metal ions 
and monovalent ions represented by the chemical formula (R 1 R 2 R3R 4 N) + (in R 1t R 2 , R 3 , and R 4 may be the same or 
45 different and each represent a hydrogen atom, alkyl group, hydroxylalkyl group or halogenated alkyl group). 

[0057] In a preferred embodiment of ihe process for the preparation of the third ink, the counter cation of the sulfonic 
acid anion group and/or the counter cation of the sulfinic acid anion group comprises at least one of lithium ion (Li + ), 
sodium ion (Na + ) : potassium ion (K), ammonium ion (NH 4 + ) and alkanolamine cation. 

[0058] In another preferred embodiment of the process for the preparation of the third ink, there are present at least 
so Na + and NH 4 + as the counter cation of the sulfonic acid anion group and/or the counter cation of the sulfinic acid anion 
group. In a still further embodiment of the process for the preparation of the third ink, the total amount of alkaline metal 
ion in the liquid component (vehicle) of the ink is 10,000 ppm or less, preferably 2,000 ppm or less, more preferably 
1 ,000 ppm or less. 

55 <lnk set of the invention> 

[0059] The ink set for ink jet recording according to the invention gives, as a technical constitution for accomplishing 
the object (problem) of the foregoing ink set, an ink set for ink jet recording comprising at least a pigment, a penetrating 
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agent and water, characterized in that said pigment is a surface-treated particulate pigment having a sulfur-containing 
dispersibility providing group chemically bonded to the surface thereof with a treatment containing sulfur and comprises 
black, yellow, magenta and cyan pigments in combination. 

[0060] In a preferred embodiment of the ink set for ink jet recording, the black surface-treated pigment is carbon 
5 black, the yellow surface-treated pigment comprises one or two or more selected from the group consisting of C.I. 
pigment yellow 55, 74, 97, 109, 110, 128, 138, 147, 151, 154 and 180, the magenta surface-treated pigment comprises 
one or two or more selected from the group consisting of C.I. pigment red 122, 202 and 209, and C.I. pigment violet 
19, and the cyan surface-treated pigment comprises one or two or more selected from the group consisting of C.I. 
pigment blue 15, 15 : 1, 15 : 2, 15 : 3, 15: 4, 15 : 6 and 16. 
10 [0061 J The ink set for ink jet recording according to the invention further comprises orange and green pigments in 
addition to the foregoing black, yellow, magenta and cyan pigments, totaling 6 color pigments. 
[0062] In a preferred embodiment of the ink set for ink jet recording comprising 6 color pigments, there are incorpo- 
rated the foregoing black surface-treated pigment, the foregoing yellow surface-treated pigment, the foregoing magenta 
surface-treated pigment and the foregoing cyan surface-treated pigment, the orange surface-treated pigment compris- 
es es one or two or more selected from the group consisting of C.I. pigment 43 and 36 and the foregoing green surface- 
treated pigment comprises one or two or more selected from the group consisting of C.I. pigment green 7 and 36. 
[0063] The amount of the dispersibility providing group in the foregoing surface-treated particulate pigment to be 
used in the ink set comprising 4 or 6 color pigments in combination is preferably 10 x 10* 6 equivalent or more per g of 
pigment particle. 

20 

<lnk cartridge of the invention> 

[0064] The ink cartridge according to the invention gives, as a technical constitution for accomplishing the object 
(problem) of the foregoing ink cartridge, an ink cartridge comprising an ink impregnating foam and an ink incorporated 
25 in the ink impregnating foam, characterized in that the ink comprises at least a particulate pigment having a sulfur- 
containing dispersibility providing group provided on the surface thereof, a penetrating agent and water and the content 
of sulfur in the liquid component in the ink incorporated in the ink impregnating foam is 2,000 ppm or less, preferably 
1 ,000 ppm or less as calculated in terms of S0 4 2 " ion. 

[0065] In a preferred embodiment of the ink cartridge of the invention, the pigment is carbon black pigment and/or 
30 organic pigment and the penetrating agent is an acetylene glycol-based surface active agent, acetylene alcohol-based 
surface active agent, 1 ,2-alkylene glycol and/or glycol ether. 

[0066] Inanother preferred embodiment of the ink cartridge of the invention, the ink impregnating foam is a urethane 
foam which is prepared in the presence of an organic metal compound as a catalyst and the amount of the organic 
metal compound to be added is from 0.01 to 0.2% by weight based on the weight of the urethane foam. 
35 [0067] In a further preferred embodiment of the ink cartridge of the invention, the total amount of metallic ions and 
other polyvalent metallic ions from the organic metal compound catalyst contained in the liquid component of the ink 
is 800 ppm or less. 

[0068] The ink cartridge according to the invention is suitable particularly for ink jet recording apparatus. 
40 Brief Description of the Drawings 

[0069] Fig. 1 is a schematic diagram illustrating the ink cartridge to be used in the ink cartridge of the invention. The 
reference numerals and signs in the drawing are as follows. 

45 101 Lowercase 

1 02 Upper case (cover) 

103 Vent hole 

111 Ink impregnating foam 
121 Feed port 
so 122 Filter 

Best Mode for Carrying Out the Invention 

[0070] Embodiments of implication of the ink for Ink jet recording (first to fifth inks of the invention), ink set for ink jet 
55 recording and ink cartridge for ink jet recording according to the invention will be described in detail hereinafter. The 
first to fifth inks of the invention as used herein will be hereinafter referred to as B ink(s) of the invention- unless otherwise 
specified. 
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<Embodiment of the ink of the invention> 

[0071] The embodiment of implication of the present invention common to the first to fifth inks of the invention will 
be hereinafter described. The following embodiment is common also to the ink to be used in the ink set for ink jet 
5 recording and the ink cartridge of the invention. 

(Surface-treated pigment) 

[0072] The ink of the invention comprises a particulate pigment having a sulfur-containing dispersibility providing 
10 group chemically bonded to the surface thereof with a treatment containing sulfur (hereinafter simply referred to as 
"surface-treated pigment"). 

[0073] The term "sulfur-containing dispersibility providing group (hereinafter simply referred to as "dispersibility pro- 
viding group") - as used herein is meant to indicate a functional group containing sulfur element, which is capable of 
allowing pigment particles to be dispersed independently in an ink, which undergoes ionic dissociation in the ink. 

15 [0074] The particulate pigment constituting the surface-treated pigment is not specifically limited so far as it can have 
a sulfur-containing dispersibility providing group supported on the surface thereof and is not dissolved in the sulfur- 
containing treatment used during the incorporation of the dispersibility providing group. From this standpoint of view, 
as preferred examples of the ink of the invention there can be exemplified the following pigments. 
[0075] Examples of black inorganic pigment include carbon blacks (C.I. pigment black 7) such as furnace black, 

20 lamp black, acetylene black and channel black, and iron oxide pigments. 

[0076] Examples of yellow ink pigment include C.I. pigment yellow 1 (Hanza Yellow) , 2, 3 (Hanza Yellow 1 0G), 4, 5 
(Hanza Yellow 5G), 6, 7, 10, 11, 12, 13, 14, 16, 17, 24 (Flavanthrone Yellow), 34, 35, 37, 53,55, 65, 73, 74, 75, 81, 
83, 93, 94, 95, 97, 98, 99, 108 (Anthrapyrimidine Yellow), 109, 110, 113, 117 (copper complexsaltpigment), 120, 124, 
128, 129, 133 (quinophthalone), 138, 139 (isoindolinone), 147, 151, 153 (nickel complexpigment), 154, 167, 172, and 

25 180. 

[0077] Examples of pigment for magenta ink include C.I. pigment 1 (Para Red), 2, 3 (Toluidine Red), 4, 5 (ITR Red), 
6, 7, 8, 9, 1 0, 11 , 1 2, 1 4, 1 5, 1 6, 1 7, 1 8, 1 9, 21 , 22, 23, 30, 31 , 32, 37, 38 (Pyrazolone Red), 40, 41 , 42, 88 (Thio Indigo), 
112 (Naphthol AS-based pigment) , 114 (Naphthol AS-based pigment), 122 (dimethyl quinacridone), 123, 144, 146, 
149, 150, 166, 168 (Anthanthrone Orange) ,170 (Naphthol AS-based pigment) , 171 , 175, 176, 177, 178, 179 (Perylene 
30 Maroon), -185, 187, 209 (dichloroquinacridone) , 219, 224 (perylene-basedpigment) , 245 (Naphthol AS-based pig- 
ment), and C.I- pigment violet 19 (quinacridone), 23 (dioxazine violet), 32, 33, 36, 38, 43 and 50, 
[0078] Examples of pigment for cyan ink include C.I. pigment blue 15, 15 : 1, 15 : 2, 15 : 3, 16 (metal-free phthalo- 
cyanine), 18 (alkalineblue toner), 25, 60 (threneblue), 65 (Violanthrone) , and 66 (Indigo). 

[0079] Examples of organic pigment for black ink include black organic pigments such as aniline black (C.I. pigment 
35 black 1). 

[0080] As the organic pigment to be incorporated in color inks other than magenta, cyan or yellow ink there may be 
used C.I. pigment green 7 (phthalocyanine green), 10 (green gold), 36 or 37, C.I. pigment brown 3, 5, 25 or 26, or C. 
I. pigment orange 1 , 2, 5, 7, 13, 15, 16, 24, 34, 36, 38, 40, 43 or 63. 

[0081] The ink of the invention may comprise the foregoing pigments incorporated therein singly or in combination 

40 of two or more thereof. 

[0082] The sulfur-containing dispersibility providing group to be supported on the surface of the particulate pigment 
to be incorporated in the ink of the invention is not specifically limited except for the third ink of the invention so far as 
it is a functional group containing sulfur atom which provides water dispersibility. Specific examples of such a functional 
group include sulfinic acid (S0 2 ") group and sulfonic acid (S0 3 *) group. The particulate pigment to be used in the ink 

45 of the invention may have the foregoing dispersibility providing group present at least on the surface thereof or may 
have the dispersibility providing group incorporated thereinside. 

(Preparation of surface-treated pigment) 

so [0083] The surface-treated pigment can be prepared by treating the surface of a particulate pigment with a treatment 
containing sulfur (sulfonating agent). 

(Penetrating agent) 

55 [0084] The ink of the invention comprises a penetrating agent incorporated therein for the purpose of enhancing the 
penetrating power thereof. In some detail, an acetylene glycol-based surface active agent and/or glycol ether is pref- 
rably used. 

[0085] Apreferred example of th acetylene glycol-based surface activ agent is a compound represented by the 
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T 2 t 3 

R-c — c=c— c-r 4 

0(C2H 4 0)-H 0{C 2 H 4 0)-H 

wherein R v R 2 , R 3 and R 4 each independently represent alkyl group; and the sum of n and m is from 0 to 30, such as 
Surfynol TG, Surfynol 420, Surfyno! 440 and Surfynol 465 (produced by Air Products Inc.). 

[0086] The amount of such a penetrating agent to be incorporated in the ink for ink jet recording is preferably from 
0.1 to 5% by weight, more preferably from 0.5 to 3% by weight. When the amount of such a penetrating agent falls 
15 below 0.1% by weight, the resulting ink exhibits an insufficient penetrating power that causes color bleeding. On the 
contrary, when the amount of such a penetrating agent exceeds 5% by weight, the resulting ink wets ununiformly the 
periphery of the nozzle in the ink ejection head and thus cannot be easily ejected securely. 
[0087] The ink of the invention may comprise a glycol ether incorporated therein instead of the foregoing acetylene 
glycol-based surface aclive agent. Alternatively, the ink of the invention may comprise the foregoing acetylene glycol- 
's based surface active agent and glycol ether incorporated therein in combination. 

[0088] Specific examples of glycol ether include ethylene glycol monomethyl ether, ethylene glycol monoethyl ether, 
ethylene glycol monobutyl ether, ethylene glycol monomethyl ether acetate, diethylene glycol monomethyl ether, di- 
ethylene glycol monoethyl ether, diethylene glycol mono-n-propylether, ethylene glycol mono-iso-propyl ether, dieth- 
ylene glycol mono-iso-propyl ether, ethylene glycol mono-n-butyl ether, die thylene glycol mono-n-butyl ether, triethyl- 
25 ene glycol mono-n-butyl ether, ethylene glycol mono-t-butyl ether, diethylene glycol mono-t-butyl ether, 1 -methyl- 
1-methoxybutanol, propylene glycol monomethyl ether, propylene glycol monoethyl ether, propylene glycol mono-t- 
butyl ether, propylene glycol mono-n-propyl ether, propylene glycol mono-iso-propyl ether, dipropylene glycol mono- 
methyl ether, dipropylene glycol monoethyl ether, dipropylene glycol mono-n-propyl ether, dipropylene glycol mono- 
iso-propyl ether, propylene glycol mono-n-butyl ether, and dipropylene glycol mono-n-butyl ether. 
. 30. [0089] The amount of the glycol ether to be incorporated in the ink for ink jet recording is preferably from 0 to 30% 
by weight, more preferably from 0.5 to 1 0% by weight. When the amount of the glycol ether to be incorporated exceeds 
30%,by weight, the resulting ink wets ununiformly the periphery of the nozzle in the ink ejection head and thus cannot 
be easily ejected securely. 

[0090] The ink of the invention may comprise the foregoing penetrating agents incorporated therein singly or in 
35 combination of two or more thereof. 

(Penetrating aid) 

[0091] The ink of the invention may comprise as auxiliaries of the foregoing penetrating aid other nonionic, anionic, 
40 cationic and amphoteric surface active agents and hydrophilic high boiling and less volatile solvents such as high 
boiling and less volatile polyvalent alcohol and monoetherification product, dietherification product and etherification 
product thereof incorporated therein singly or in combination of two or more thereof for the purpose of controlling the 
penetrating power of the ink and improving the clogging resistance of the nozzle, the moisture retention of the ink or 
the solubility of the penetrating agent. 
45 [0092] Examples of the nonionic surface active agent employable herein Include fluorine-based copolymer, silicone- 
based copolymer acrylic acid copolymer, polyoxyethylene alkyl ether, polyoxyethylene alkyl phenyl ether, polyoxyeth- 
ylene secondary alcohol ether, polyoxyethylene sterol ether, polyoxyethylene lauryl ether, polyoxyethylene lanolin de- 
rivative, ethylene oxide derivative of condensed alkylphenol formalin, polyoxyethylene polyoxypropylene block copol- 
ymer, polyoxyethylene polyoxypropylene alkyl ether, aliphatic acid ester of polyoxyethylene compound, polyethylene 
so oxide-condensed polyethylene glycol aliphatic acid ester, aliphatic acid monogtyceride, polyglycerin aliphatic acid ester, 
sorbitan aliphatic acid ester, propylene glycol aliphatic acid ester, sucrose aliphatic acid, aliphatic acid alkanolamide, 
polyoxyethylene aliphatic acid amide, polyoxyethylene alkyl amine, and alkylamine oxide. The present invention is not 
limited to These nonionic surface active agents. 

[0093] Examples of the anionic surface active agent employable herein include higher aliphatic acid salt, higher alkyl 
55 dicarboxylic acid salt, higher alcohol sulfuric acid ester salt, higher alkylsulfonic acid salt, alkylbenzenesulfonic acid, 
alkylnaphthalenesulfonic acid salt, naphthalenesulfonic acid salt, formalin polycondensate, product of condensation 
of higher aliphatic acid with amino acid, dialkylsulfosuccinic acidester, alkylsulfosuccinic acid salt, naphthenic acid salt, 
alkylethercarboxylic acid salt, acylat d peptid , a-olefinsulfonic acid salt, N-acylmethyltaurin, alkylethersulfuric acid 
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salt, secondary higher alcohol ethoxy sulfate, sodium salt of polyoxyethylene alkyl phenyl ether surf uric acid .ammonium 
salt'of polyoxyethylene alkyl phenyl ether sulfuric acid, monoglysulfate, alkyletherphosphoric acid ester, and alkylphos- 
phoric acid ester. The present invention is not limited to these anionic surface active agents. The foregoing salts may 
be in the form of, e.g., sodium salt, potassium salt, lithium salt or calcium salt. 
5 [0094] Examples of the cationic surface active agents employable herein include aliphatic amine salt, quaternary 
ammonium salt, sulfonium salt, and phosphonium salt. Examples of the amphoteric surface active agent employable 
herein include carboxybetaine type surface active agent, aminocarboxylic acid salt, and lecithin. The present invention 
is not limited to these surface active agents. 

[0095] Examples of the high boiling less volatile polyvalent alcohol employable herein include glycerin, ethylene 
10 glycol, diethylene glycol, Methylene glycol, propylene glycol, dipropylene glycol, hexylene glycol, polyethylene glycol, 
and diol such as polypropylene glycol, 1 ,5-pentanediol and 1 ,2-hexanediol. Other examples of the high boiling less 
volatile polyvalent alcohol employable herein include monoetherification product, dietherification product and esterifi- 
cation product of these compounds. Further examples of the high boiling less volatile polyvalent alcohol employable 
herein include nitrogen-containing organic solvents such as N-methyl-2-pyrrolidone, 2-pyrrolidone, 1 ,3-dimethylimida- 
15 zolidinone, monoethanolamine, N,N-dimethylethanolamine, 14,N-diethylethanolamine, diethanolamine. N-n-butyldi- 
ethanolamine and triisopropanolamine. 

(Other additives) 

20 [0096] The ink of the invention may comprise a small amount of a highly volatile monovalent alcohol such as ethanol, 
propanol, isopropanol and butanol in addition to water, which is a main solvent, for the purpose of enhancing the 
dryability thereof. 

[0097] The ink of the invention may further comprise a pH buffer incorporated therein to adjust the pH vaJue thereof 
to a proper value. Examples of the pH buffer employable herein include potassium hydrogen phthalate, potassium 
25 dihydrogenphosphite, sodium di hydrogen phosphate, sodium tetraborate, potassium hydrogen tartrate, sodium hydro- 
gencarbonate, sodium carbonate, tris(hyroxymethyl) aminomethane, and tris (hydroxymethyl) aminomethane hydro- 
chloride. The content of the pH buffer is preferably such that the pH value of the ink is from about 7 to 10 from the 
standpoint of the durability of the head member and the stability of the ink. 

[0098] The ink of the invention may further comprise other additives such as mildewproofing agent, preservative and 
30 - rust preventive (e.g. , benzoic acid, dichtorophene, sorbic acid, p-hydroxybenzoic acid ester, ethylenediaminetetraacetic 
acid (EDTA), sodium dehydroacetate, 1 ,2-benzotiazoline-3-one [trade name: Proxel XL (produced by ICI)], benzotria- 
zole, 3,4-isothiazoline-3-one) incorporated therein as necessary. The ink of the invention may further comprise urea, 
thiourea, and/or ethylene urea, etc. incorporated therein for the purpose of inhibiting the drying of the nozzle. 

35 (Preparation of the ink of the invention) 

[0099] The ink of the invention can be prepared by mixing the foregoing surface-treated pigment, the foregoing 
penetrating pigment and the foregoing other optional additives. 

[0100] Referring to the foregoing preparation process, a process is preferably employed which comprises mixing all 
40 the ink additives other than the surface-treated pigment (dispersion), and then gradually adding the mixture to the 
surface-treated pigment (dispersion) which has been previously measured out in a predetermined amount The reason 
why this process is employed is because a process involving the rapid addition of the particulate pigment to a solvent 
normally causes solvent shock that destroys the dispersion. 

45 Embodiments of implication of the first ink of the invention> 

[0101] Embodiments of the implication of the first ink of the invention (hereinafter simply referred to as "first ink") will 
be hereinafter described partly with reference to its action. 

[01 02] The first ink is an ink for ink jet recording comprising at least the foregoing surface-treated pigment (particulate 
so pigment having a sulfur-containing dispersibility providing group chemically bonded to the surface thereof with a treat- 
ment containing sulfur) and penetrating agent, and water, characterized in that the content of sulfur in the liquid com- 
ponent of the ink is 2,000 ppm or less as calculated in terms of S0 4 2 ". 

[01 03] The term "liquid component- as used herein is meant to indicate a "liquid portion" holding a solid portion such 
as particulate pigment dispersed therein. Accordingly, by measuring by any known method the amount of S0 4 2 " ion or 
55 polyvalent metal ion (e.g., alkaline earth metal ion, polyvalent metal (aluminum (Al), zinc (Zn), iron (Fe) , nickel (Ni), 
silicon (Si) , chromium (Cr), tin (Sn), manganese (Mn)., cobalt (Co)) ion) contained in the supernatant liquid separated 
from the precipitated component by centrifugally processing the first ink, the amount of S0 4 2- ion or polyvalent metal 
ion contained in the "liquid component" can be determined. 
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(Action) 

[0104] The first ink comprises a particulate pigment having a sulfur-containing dispersibility providing group provided 
on the surface thereof. Accordingly, when this ink is ejected from the head of the ink jet printer to adher to the surface 

5 of an ordinary paper for recording, polyvalent metal ions (ion of polyvalent metal such as calcium, magnesium and 
aluminum) and the foregoing sulfur-containing dispersibility providing group (particularly sulfinic acid group or sulfonic 
acid group) undergo salting-out reaction to combine, causing the condensation of the ink and hence making it possible 
to obtain an excellent print quality. The print thus obtained exhibits a high water resistance as compared with a pigment 
ink of the type having a difficulty in dissolution close to that of sulfate and comprising an ordinary dispersant (e.g., 

10 surface active agent type dispersant, alkalinically neutralized resin dispersion type dispersant). 

(Sulfur content contained in the liquid component of the ink) 

[0105] The first ink is prepared in such a manner that the content of sulfur in the liquid component of the ink is 2,000 
. is ppm or less, preferably 1 ,000 ppm or less as calculated in terms of S0 4 2 - ion. 

[0106] In the present invention, even if the ink is prepared with the greatest possible care, the sulfur content can 
undergo salting-out with polyvalent metal ions (particularly alkaline earth metal ion) contained in the various additives 
to the ink to form insoluble salts in the ink. 

[0107] When the sulfur content exceeds 2,000 ppm, the salts thus formed can clog the nozzle. Another possible 
20 problem is that the gelation of the ink can occur. When the sulfur content is 2,000 ppm or less, the gelation of the ink 
can occur less easily and the frequency of occurrence of clogging of nozzle decreases, eliminating practical problems. 
When the sulfur content is 1 ,000 ppm or less, there can occur neither gelation of the ink nor clogging of the nozzle, 
securing the stability in ejection of the ink to advantage. 

[0108] The sulfur content in the liquid component doesn' t contain the sulfur content in the dispersibility providing 
25 group chemically bonded to the surface of the particulate pigment. Accordingly, the term "sulfur content in the liquid 
component" as used herein is meant to indicate the sulfur content derived from the sulfonating agent which has not 
been consumed and removed during the sulfonation of the surface of the particulate pigment or the sulfur content 
derived from sulfur contained as impurities in the compounding ingredients such as pigment and penetrating agent. 
The sulfur content normally exists in the form of free ion in the aqueous liquid component of the first ink. 
30 [0109] In a preferred embodiment of the first ink, the sulfur content contained in the liquid component is 2,000 ppm 
or less (preferably 1 ,000 ppm or less) as calculated in terms of S0 4 2 " ion and the content of the foregoing polyvalent 
metal ion in the liquid component is preferably 800 ppm or less (more preferably 600 ppm or less, most preferably 400 
ppm or less, as described previously. 

[0110] Examples of the polyvalent metal employable herein include alkaline earth metal such as strontium (Sr), 
35 calcium (Ca), magnesium (Mg) and beryllium (Be). Other examples of the polyvalent metal include aluminum (A1), 
zinc (Zn), iron (Fe), nickel (Ni), silicon (Si), chromium (Cr) , manganese (Mn), cobalt (Co), scandium (Sc), titanium (Ti), 
vanadium (V), and lead (Pb). 

[0111] The reason why an ink for ink jet recording having excellent ink physical properties and excellent printing 
properties can be obtained by suppressing the amount of the polyvalent metal ions in the liquid component to not higher 
40 than the foregoing predetermined level has not been necessarily made clear. However, it can be presumed as follows. 
Of course, the present invention is not limited to the following inference. 

[0112] It is well known that a polyvalent metal normally forms a stable water-insoluble sulfate with S0 4 *-. On the 
other hand, the first ink comprises a sulfinic acid group (-S0 2 H) or sulfonic acid group (-S0 2 OH) present on the surface 
of a particulate pigment as a dispersibility providing group. Thus, it can bethought that when polyvalent metals are 

45 present in the liquid component in an amount exceeding a predetermined level, the foregoing dispersibility providing 
group and the polyvalent metal react with each other as the foregoing sulfate does to have an adverse effect on the 
dispersion of pigment particles in the first ink. Further, when the sulfonating agent which has been added during the 
surface treatment of the particulate pigment is left unreacted and insufficiently removed, and when polyvalent metals 
are present in the liquid component in an amount exceeding a predetermined level, they react with each other to form 

so water-insoluble sulfates which then accumulate in the ink passage to disadvantage. 

(Surface-treated pigment) 

[0113] The amount of the sulfur-containing dispersibility providing group to be introduced into the foregoing partic- 
55 ulate pigment to be used in the first ink is preferably 10x10-* equivalent or more perg of particulate pigment. When 
the amount of the sulfur-containing dispersibility providing group to be introduced falls below 10 x 10~ 6 equivalent or 
more per g of particulate pigment, the resulting ink not only xhibits a deteriorated storage stability but also cannot 
provide a high print density. 
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[01 1 4] The introduced amount of the foregoing dispersibility providing group can be determined by treating an aque- 
ous dispersion of the pigment by oxygen flask combustion method, allowing the pigment thus treated to be adsorbed 
by an aqueous solution of hydrogen peroxide, determining the amount of sulfuric acid ion (divalent) by ion chromatog- 
raphy, and then calculating from the results in terms of sulfonic acid group and sulfin group. 

5 [01 1 5] The average particle diameter of the particulate pigment to be incorporated in the first ink is not specifically 
limited so far as the amount of the foregoing dispersibility providing group to be introduced is 10 x 10* 6 equivalent per 
g of particulate pigment. However, it is preferably 1 0 nmto 300 nm. When the average particle diameter of the particulate 
pigment falls below 10 nm, the resulting ink may lose light resistance. When the average particle diameter of the 
particulate pigment exceeds 300 nm, the particulate pigment can precipitate, making it impossible for the ink to be 

w ejected in a stable manner. 

[0116] In another preferred embodiment of the first ink : the pigment to be incorporated in the ink is a carbon black 
pigment and/or organic pigment. (For specific examples of the carbon black pigment and organic pigment, reference 
can be made to the foregoing clause (Surface-treated pigment) in the article [Embodiment of ink of the invention]) 

15 (Preparation of surface-treated pigment) 

[01 1 7] The particulate pigment having a sulfur-containing dispersibility providing group provided on the surface there- 
of to be used in the first ink can be prepared from the foregoing pigment compound by any known method. A particulate 
pigmenl having the foregoing sulfur-containing dispersibility providing group provided on the surface thereof can be 
20 obtained in the form of aqueous dispersion prepared by the method disclosed in JP-A-8-283596, JP-A-1 0-11 011 0, JP- 
A-1 0-110111, or JP-A-1 0-1 10114. 

[0118] An example of the process for the preparation of an aqueous dispersion of a particulate pigment having a 

sulfur-containing dispersibility providing group provided on the surface thereof will be given below. 

[01 19] A finely particulate pigment is put in an aprotic solvent (e.g., N-methyl-2-pyrrolidone or sulfolan) in an amount 

25 of from 3 to 200 times that of the pigment by volume. The pigment is then treated with a sulfonating agent while being 
dispersed. As the sulfonating agent there may be used sulfonated pyridine, sulfamic acid, amidesulfuric acid, fluoro- 
sulfuric acid, chlorosulfuric acid, sulfur trioxide, fuming sulfuric acid and sulfuric acid, singly or in combination of two 
or more thereof. The treatment with a sulfonating agent can be effected under heating (to a temperature of from about 
60°C to 200°C) with stirring. The heating can be effected before or after the addition of the sulfonating agent. 

30 [0120] After the sulfonation, the aprotic solvent and the remaining sulfonating agent are removed from the pigment 
slurry thus obtained. The removal of these components can be carried out by repeating rinsing, ultrafiltration, reverse 
osmosis, centrifugal separation and/or filtration. 

[0121] Subsequently, the pigment thus sulfonated is added to an aqueous liquid (particularly ion-exchanged water 
or distilled water) in an amount such that the concentration thereof reaches 1 0 to 40% by weight. The solution can be 
35 optionally subjected to ordinary dispersion for a short period of time to obtain an aqueous dispersion of sulfonated 
pigment without going through a step of drying the pigment. 

(Preparation of first ink) 

40 [0122] In a further preferred embodiment of the first ink, the penetrating agent is an acetylene glycol-based surface 
active agent, acetylene alcohol-based surface active agent, 1 ,2-a!kylene glycol and/or glycol ether. 
[01 23] Among these penetrating agents, the acetylene alcohol-based surface active agent is 2,4-dimethyl-5-hexyne- 
3-ol, 2,4,7,9-tetramethyl-5-desyne-4,7-diol, 3,6-dimethyl-4-octine-3,6-diol and/or 2,4-dimethyl-5-hexyne-3-ol, 
2,4,7,9-tetramethyl-5-desyne-4,7-diol or 3,6-dimethyl-4-octine-3,6-diol having 30 or less ethylene oxy groups and/or 

45 propylene oxy groups added thereto on the average. However, the present invention is notlimited to these compounds. 
[0124] 1 ,2-Alkylene glycol is preferably 1 ,2- (C± A0 alkyl) diol, but the present invention is not limited thereto. 
[0125] A preferred example of the acetylene alcohol-based surface active agent employable herein include is Surfy- 
nol 61 (produced by Air Products Inc.). Preferred example of 1 ,2-alkylene glycol employable herein include 1 ,2-pen- 
tanediol, and 1 ,2-hexanediol. 

so (For specific examples of the acetylene glycol-based surface active agent and glycol ether, reference can be made to 
the foregoing clause (Penetrating agent) in the article [Embodiment of ink of the invention]) 

[0126] In a still further preferred embodiment of the first ink, a material having a structure represented by the following 
general formula (1) can be further incorporated in the ink. 

55 R-EOn r POm r X (1) 
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wherein R represents a C4. 10 alkanol group which is an n-group and/or other isomers; EO represents an ethylene oxy 
group; PO represents a propylene oxy group, with the proviso that EO and PO are present in the molecule and their 
order of arrangement are arbitrary; X represents a hydrogen atom or -S0 3 M (in which M represents a hydrogen ion, 
alkaline metal, inorganic base or organic amine) ; and n 1 and m 1 each represent the number of repetition of EO and 

5 PO, respectively, which are each a value averaged over the entire system, i.e. , from 0 to 1 0 and from 1 to 5, respectively. 
[0127] In a still further preferred embodiment of the first ink, a particulate polymer can be incorporated in the ink. By 
incorporating such a particulate polymer in the first ink, the resulting recorded matter can be provided with enhanced 
water resistance, scratching resistance and/or gloss. The amount of the particulate polymer to be incorporated is pref- 
erably from 0.5 to 10% by weight from the standpoint of the foregoing "enhancement of water resistance, scratching 

10 resistance and gloss". 

[01 28] The foregoing particulate polymer is preferably in the form of resin emulsion comprising water as a continuous 
phase. Examples of the particulate polymer employable herein include acrylic resin, vinyl acetate-based resin, styrene- 
butadiene resin, vinyl chloride-based resin, acryl-styrene-based resin, butadiene-based resin, styrene-based resin, 
crosslinked acryl resin, crosslinked styrene resin, urethane resin, acrylamide resin, phenolic resin, silicone resin, epoxy 
'5 resin, and mixture thereof. 

[0129] In particular, when a film-forming particulate polymer is used, the polymer particles in the ink composition on 
the recording medium coalesce and fuse to each otherto form a film, making It possible to further enhance the scratching 
resistance, water resistance and gloss of the recorded matter. 

[0130] The term "film- forming particulate polymer" as used herein is meant to indicate a particulate polymer which.. 
20 when kept ai a temperature of not lower than the lowest film forming temperature, can undergo coalescence of particles 
to form a film. 

[0131] In the first ink, the particulate polymer to be incorporated in the ink comprising a surface-treated pigment 
(pigment having a sulfur-containing dispersibility providing group chemically bonded to the surface thereof with a treat- 
ment containing sulfur) is preferably an anionic polymer which forms a film at a temperature of not higher than room 
25 temperature. The particulate polymer is preferably in the form of core-shell type dispersion from the standpoint of its 
stability in the ink. 

[0132] The foregoing particulate polymer can be obtained in the form of resin emulsion normally by subjecting a 
monomer to emulsion polymerization in the presence of a surface active agent and a water-soluble polymerization 
initiator in water. For example, a resin emulsion of acrylic resin or styrene-acryl resin can be obtained by subjecting 
30 (meth)acrylic acid ester or (meth)acrylic acid ester and styrene to emulsion polymerization in the presence of a surface 
activeiagent and a water-soluble polymerization initiator. 

[0133] The first ink can be prepared according to the process described in the clause (Preparation of the ink of the 
invention) of the article [Embodiment of the ink of the invention], 

[0134] In the foregoing preparation process, the content of the foregoing surface-treated pigment (particulate pigment 
35 having a sulfur-containing dispersibility providing group chemically bonded to the surface thereof with a treatment 
containing sulfur) is preferably from 0.5 to 30% by weight, more preferably from 1 .0 to 12% by weight, most preferably 
from 2 to 10% by weight When the content of the foregoing pigment falls below 0.5% by weight, the resulting print 
density can be insufficient. On the contrary, when the content of the foregoing pigment exceeds 30% by weight, the 
amount of the moisture-retaining component to be incorporated in the ink is limited, causing the ink to clog the nozzle 
40 or giving a rise of the viscosity of the ink that makes it impossible for the ink to be ejected from the ink ejection nozzle 
securely. 

[0135] The various physical properties of the first ink thus prepared can be property controlled. In a still further pre- 
ferred embodiment of the first ink, the viscosity of the ink is preferably 10 mPa-sec or less (20°C), more preferably 5 
mPa-sec or less (20°C). The ink having this range of viscosity can be ejected from the ink ejection head securely. The 
45 surface tension of the ink can be properly controlled. In practice, however, It is preferably from 25 to 50 mN/m (20°C), 
more preferably from 30 to 40 mN/m (20°C). 

Embodiments of second ink of the invention> 

[0136] Embodiments of the implication of the second ink of the invention (hereinafter simply referred to as "second 
ink") will be hereinafter described partly with reference to its action. 

[01 37] The second ink is an ink for ink jet recording comprising at least a surface-treated pigment (particulate pigment 
having a sulfur-containing dispersibility providing group chemically bonded to the surface thereof with a treatment 
containing sulfur), a penetrating agent, and water, characterized in that the amount of the foregoing dispersibility pro- 
viding group is 10 x 10 -6 equivalent or more per g of particulate pigment. 

[0138] The introduced amount of the foregoing dispersibility providing group can be determined by treating an aque- 
ous dispersion of the pigment by oxygen flask combustion method, allowing the pigment thus treated to be adsorbed 
by an aqu ous solution of hydrogen peroxide, determining the amount of sulfuric acid ion (divalent) by ion chromatog- 
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raphy, and then calculating from the results in terms of sulfonic acid group (monovalent) and/or suffinic acid group 
(monovalent). 

[0139] |n a preferred embodiment of the second ink, there Is used a surface-treated pigment wherein the foregoing 
dispersibility providing group is a sulfonic acid group (-S0 2 OH) and/or sulfinic acid group (-RS0 2 H in which R is a 

5 C.,,.,2 alkyl or phenyl group or modification product thereof) and the absolute value of zeta-potential of particulate 
pigment at 20°C and pH value of from 8 to 9 in a diluted ink solution obtainedby diluting the ink with ion-exchanged 
water such that the concentration of the foregoing particulate pigment is from 0.001 to 0.01 % by weight is 30 mV or more. 
[01 40] In another preferred embodiment of the second ink, the second ink is prepared by subjecting the sulfonic acid 
group and/or sulfinic acid group to ionic dissociation before the addition of the ink solvent mainly composed of water 

10 to further enhance the dispersibility of the particulate pigment during the preparation of the ink. 

(Action) 

[0141] As a method for minimizing the bleeding of printed image formed by an ink for ink jet recording there can be 
J5 proposed a method which comprises minimizing the penetration of the ink into the recording paper. It is sure that if the 
surface tension of the ink is raised to prevent the ink from penetrating into the recording paper, the sizing effect of the 
recording paper causes the ink droplet thus deposited to be kept undeformed forever, making it possible to obtain an 
image free from bleeding and making it easy to obtain a desired print density. However, this method is disadvantageous 
in that the ink can be difficultly dried. In particular, the modern ink jet printer which normally operates on a full-color 
20 basis cannot employ such an ink because this ink cannot be prevented from causing color bleeding, 

[0142] Accordingly, a method can be proposed which comprises adding a penetrating agent to the ink so that the 
ink can momentarily penetrate into the recording paper to prevent irregular bleeding of printed image. Such an ink can 
be fairly dried and cannot cause color bleeding. 

[01 43] However, the conventional ink having a particulate pigment dispersed in an aqueous medium with a dispersant 
25 such as various surface active agents and aqueous resin is disadvantageous in that such a penetrating agent can 
make the dispersibility of the particulate pigment unstable, more bleeding can occur, and a sufficient print density 
cannot be obtained. The reason why more bleeding occurs is presumably that the dispersant separated from the 
surface of the particulate pigment makes the penetrating power of the ink insufficient. The reason why a sufficient print 
density can be difficultly obtained is presumably that the dispersant and surface active agent adsorbed to the surface 
30 of the particulate pigment, which is a colorant, cause the ink solvent as well as the particulate pigment to penetrate 
and diffuse into the fibers constituting the paper, making it difficult to obtain a desired print density. Further, it can be 
thought that the incorporation of the dispersant complicates the composition of the ink, causing the various components 
of the ink to affect each other and hence making it difficult to obtain desired ink physical properties. 
[0144] The second ink comprises a "particulate pigment a dispersibility providing group chemically bonded to the 
35 surface thereof in an amount of 10 x 1 0" 6 equivalent or more per g of particulate pigment with a treatment containing 
sulfur", a "penetrating agent" and "water". In this arrangement, a fast-drying image having a high print density can be 
obtained free from print bleeding. Further, the ink thus obtained has a high storage stability. Moreover, the ink can be 
easily prepared. 

[01 45] I n other words, the foregoing particulate pigment having such a dispersibility providing group chemical ly bond- 
40 ed to the surface thereof undergoes electrical repulsion between the pigment particles (preferably upon the ionic dis- 
sociation of the dispersibility providing group chemically bonded to the surface of the particulate pigment) to secure 
the dispersion stability, i.e., storage stability of the ink. Accordingly, the action of the ink penetrating agent makes it 
easy for the conventional dispersant such as various surface active agents and water-soluble resins to be desorbed 
from the surface of the particulate pigment in the ink to keep a desired dispersion stability without easily impairing the 
45 dispersibility of the particulate pigment. 

[0146] Incidentally, even such a particulate pigment having a dispersibility providing group chemically bonded to the 
surface thereof not only provides the ink with a deteriorated storage stability but also can difficultly provide a high print 
density when incorporated in an amount of less than 1 0 x 1 0- 6 equivalent per g of particu late pigment. This is presumably 
because the introduced amount of the dispersibility providing group is insufficient and the surface active agent and 
so other components which have been added as penetrating agents are somewhat adsorbed by the surface of the par- 
ticulate pigment, causing the particulate pigment to penetrate and diffuse into the fibers constituting the paper as in 
the case of the conventional pigment ink comprising a dispersant and hence making it impossible to obtain a desired 
print density. 

[0147] Further, a "state in which a high print density can be obtained while securing a desired ink storage stability" 
55 from another numerical standpoint of view has been accomplished as a result of the inventors' experiment. In other 
words, by predetermining the absolute value of zeta-potential of particulate pigment at 20°C and pH value of from 8 
to 9 in a diluted ink solution obtained by diluting the ink with ion-exchanged water such that the concentration of the 
foregoing particulate pigment is from 0.001 to 0.01% by weight to 30 mV or more, the adsorption of the surface active 
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agent to the surface of the particulate pigment can be prevented to obtain a high print density. Some inks don't exhibit 
a pH value of from 8 to 9 when simply diluted with ion-exchanged water. The inventors found that even these inks can 
satisfy requirements for excellent storage stability and high print density so far as the absolute value of zeta-potential 
of the particulate pigment the pH value of which is adjusted to a range of from 8 to 9 with a proper pH adjustor (e.g., 
5 0.1 N hydrochloric acid or 0.1 N caustic soda) is 30 mV. 

[0148] In particular, the use of a pigment dispersion (pigment + alkaline compound + water) the surface tension of 
which is 65 mN/m or more at 20°C makes it possible to raise the print density. 

(Preparation of surface-treated pigment) 

10 

[0149] The surface- treated pigment to be incorporated in the second ink can be obtained by subjecting a known 
pigment to direct oxidation reaction in a solvent with a treatment containing sulfur as described later 
[0150] Examples of known inorganic pigments include carbon black, iron oxide pigment, titanium oxide, zinc white, 
chrome yellow, prussian blue, ultramarine, and red lead. 

is [0151] Examples ol known organic pigments include quinacridone-based pigments such as quinacridone red and 
quinacridone magenta, phthalocyanine-based pigments such asphthalocyanine blue and phthalocyanine green, peryl- 
ene-based pigments such as pcryione red and perylene scarlet, insoluble azo-based pigments such as toluidine red, 
toluidine maroon han/a yellow, benzidine yellow and pyrazolone red, soluble azo-based pigments such as lithol red, 
Helio Bordeaux, pigmo-il scarlet ard permanent red 2B, quinophlhalone-based pigments, isoindolinone-based pig- 

2° ments such as isuinjuimutiu ydijw rind isoindolinone orange, pyranthrone-based pigments such as pyranthrone red 
and pyranthrone omncc thiomd-qo-based pigments, condensedazo-basedpigments, benzimidazolone-based pig- 
ments, flavanthronc ycflow acyiam dc yellow, quinophthalone yellow, nickel azo yellow, copper azo methine yellow, 
perynone orange, unthrone orange dtanthraquinonyl red, dioxazine violet, and derivatives from vat dye such as alizarin, 
indanthrone and thtomcigc maroon 

25 [0152] Among tho lorogomg organs pigments, at least one organic pigment selected from the group consisting of 
quinacridone-basod pigmonts phthalocyanine-based pigments, benzimidazolone-based pigments, isoindolinone- 
based pigments and quinopnihalono -based pigments is preferably used from the standpoint of fastness. 
[0153] The pigment to tw> tncofpofHted in the second ink is not limited to the foregoing pigments. Any pigments can 
be used so far as they are not dt&sotvcd in a sulfur-containing treatment as mentioned below. (For pigments which can 

30 be used herein, reference can be made to those exemplified in the clause 

(Surface-treatedpigment) of the foregoing article [Embodiment of the ink of the invention]) 

[0154] Examples of tnc treatment containing sulfur employable herein include sulfuric acid, fuming sulfuric acid, 
35 sulfur trioxide, chlorosultunc aod. fluorosulfuric acid, amidesulfuric acid, sulfonated pyridine, and sulfamic acid. Pre- 
ferred among these treatments aro sulfonating agents such as sulfur trioxide, sulfonated pyridine and sulfamic acid. 
These treatments may be used singly or in combination of two or more thereof. (The term "sulfonating agent" as used 
herein is meant to indicate a treatment for providing sulfonic acid (-S0 2 OH) and/or sulfinic acid (-RS0 2 H in which R 
is a alkyl or phenyl group or modification product thereof)) 
to [01 55] The foregoing suBur trioxioc can be complexed with a mixture of a solvent capable of complexing with sulfur 
trioxide (basic solvent such as N.N-dimethylformamidedioxane, pyridine, triethylamine and trimethylamine, nitrometh- 
ane, acetonitrile, etc.) and one or more of solvents described later to advantage. 

[01 56] In particular, if sulfur trioxide itself exhibits too great a reactivity and thuscauses the pigment to be decomposed 
or degenerated Itself, or if tho control over reaction by a strong acid is made difficult, the particulate pigment is preferably 

45 subjected to surf ace treatment (sulfonation in this case) with the foregoing complex of sulfur trioxide with tertiary amine. 
[01 57] With respect to a strong aod which can easily dissolve the particulate pigment therein so that reaction occurs 
to every molecule such as sulfuric acid, fuming sulfuric acid, chlorosulfuric acid and flurosutfuric acid, the reaction 
needs to be controlled. Thus, attention should be given to the kind and amount of the solvent described below. 
[01 58] The solvent to be used in the reaction is selected from those which dont react with the treatment containing 

50 sulfur and cannot or can difficultly dissolve the foregoing pigments therein. Examples of these solvents include sul- 
folane, N-methyl-2-pyrrolidone, dimethylacetamide, quinoline, hexamethylphosphoric triamide, chloroform, dichlo- 
roethane, tetrachloroethanc, tctrachlo methylene, dichloromethane, nitromethane, nitrobenzene, liquid sulfur dioxide, 
carbon disulfide, and trichlorofluoromethane. 

[01 59] The treatment with a treatment containing sulfur can be accomplished by dispersing the particulate pigment 
55 jn a solvent, adding a treatment containing sulfur to the dispersion, and then heating the mixture to a temperature of 
from 60°C to 200°C with stirring for 3 to 1 0 hours. In some detail, it is preferred that the particulate pigment be previously 
sheared and dispersed at a high speed by a high speed mixer or the like or impact-dispersed by a bead mill or jet mill 
to form a slurry (dispersion). Thereafter, the slurry is slowly stirred. To the slurry is then added a tr atment containing 
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sulfur so that a dispersibility providing group is introduced onto the surface of the particulate pigment. In this process, 
the determination of the amount of the dispersibility providing group to be introduced depends greatly on the reaction 
conditions and the kind of the treatment containing sulfur. Thereafter, the slurry is subjected to heat treatment. The 
solvent and remaining sulfur-containing treatment are removed from the slurry of particulate pigment. The removal of 
s these components is carried out by repeating rinsing, ultrafiltration, reverse osmosis, centrifugal separation and/or 
filtration. The average particle diameter of the particulate pigment thus treated is preferably 25 jim or less, more pref- 
erably 1 u.m or less as determined by laser scattering method. 

[0160] The amount of the dispersibility providing group to be introduced onto the surface of the particulate pigment 
is preferably 1 0 x 1 0" 6 equivalent or more per g of particulate pigment. When the introduced amount of the dispersibility 
10 providing group falls below 1 0 x 1 0 -6 equivalent, agglomerates of pigment particles can be easily produced in the ink, 
causing the deterioration of storage stability such as viscosity change and making it impossible to obtain a high print 
density. 

[0161] The upper limit of the introduced amount of the dispersibility providing group is not specifically limited. In 
practice, however, it is preferably 60 x 1 0' 6 equivalent or less from the standpoint of cost because when it is not lower 
15 than 60 x 1 0 -6 equivalent, the effect of improving the storage stability cannot be exerted more as the introduced amount 
of the dispersibility providing group increases. Further, when the dispersibility providing group is introduced in an 
amount exceeding this limit, the pigment is water-solubilized (rendered dye-like) : causing the deterioration of water 
resistance and dispersion stability. 

20 (preparation of second ink) 

[0162] The second ink can be prepared according to the process described in the clause (Preparation of the ink of 
the invention) of the foregoing article [Embodiment of the ink of the invention]. 

[0163] In the foregoing preparation process, the content of the foregoing surface-treated pigment (particulate pigment 
25 having a sulfur-containing dispersibility providing group chemically bonded to the surface thereof with a treatment 
containing sulfur) is preferably from 0.5 to 30% by weight, more preferably from 1 .0 to 1 2% by weight, most preferably 
from 2 to 1 0% by weight as in the case of the foregoing first ink. When the content of the foregoing pigment falls below 
0.5% by weight, the resulting print density can be insufficient. On the contrary, when the content of the foregoing 
pigment exceeds 30% by weight, the amount of the moisture-retaining component to be incorporated in the ink is 
30 limited, causing the ink to clog the nozzle or giving a rise of the viscosity of the ink that makes it impossible for the ink 
to be ejected from the ink ejection nozzle securely. 

[0164] The various physical properties of the second ink thus prepared can be properly controlled. In a preferred 
embodiment of the second ink, when the ink is diluted with ion-exchanged water such that the concentration of partic- 
ulate pigment is from 0.001 to 0.01 % by weight, the absolute value of zeta-potential of the particulate pigment at 20°C 
35 and pH of from 8 to 9 is preferably 30 mV or more from the standpoint of print density. This range of the absolute value 
of zeta-potential can be realized by predetermining the amount of the dispersibility providing group to be introduced 
onto the surface of the particulate pigment to a specific value (10x1 0" 6 equivalent or more) . (The adjustment of pH 
value is made using sodium hydroxide and hydrochloric acid) 

[0165] The viscosity of the ink is preferably 10 mPa>sec or less (20°C), more preferably 5 mPa-sec or less (20°C). 
40 The ink having this range of viscosity can be ejected from the ink ejection head securely. 

[0166] The surface tension of the ink can be properly controlled by optimizing the added amount of the penetrating 
agent (acetylene glycol-based surface active agent and/or glycol ether) . In practice, however, it is preferably from 25 
to 50 mN/m (20°C), more preferably from 30 to 40 mN/m (20°C). 

45 Embodiments of implication of the third Ink of the invention> 

[0167] Embodiments of the implication of the third ink of the invention (hereinafter simply referred to as "third ink") 
will be hereinafter described partly with reference to its action. 

[0168] The third ink is an ink for ink jet recording comprising at least a particulate pigment, a penetrating agent and 
50 water, characterized in that the particulate pigment has a sulfonic acid anion group ("SO 3 ") and/or su If in ic acid anion 
group (-RS0 2 in which R is a a'ty' or phenyl group or modification product thereof) chemically bonded to the 
surface thereof and the counter cation of the sulfonic acid anion group and/or the counter cation of the sulfinic acid 
anion group is selected from the group consisting of alkaline metal ions and monovalent ions represented by the 
chemical formula (R!R 2 R3R4N) + (in R.,, R 2 , R 3 , and R 4 may be the same or different and each represent a hydrogen 
55 atom, alkyl group, hydroxylalkyl group or halogenated alkyl group). 
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(Action) 

[0169] The technical problem with ink for ink jet recording is as described in detail in the clause "Action" of the 
foregoing article of the second ink. 
5 [0170] Due to the foregoing characteristics, the third ink can provide a fast-drying image having a high print density 
free from print bleeding. Further, the third ink exhibits a high storage stability. Moreover, the third ink can be easily 
prepared. 

[0171] In a preferred embodiment of the third ink, the counter cation of the sulfonic acid anion group and/or the 
counter cation of the suffinic acid anion group comprises at least one of lithium ion (Li + ), sodium ion (Na + ), potassium 

io ion (K + ), ammonium ion (NH 4 + ) and alkanolamine cation. 

[0172] More preferably, the foregoing cation comprises sodium ion (Na+) and ammonium ion (NB 4 + ). 
[0173] In other words, such a particulate pigment undergoes dissociation of the sulfonic acid anion group and/or 
sulfinic acid anion group introduced onto the surface thereof. Thus, electrical repulsion occurs between pigment par- 
ticles to secure dispersion stability. 

is [0174] Accordingly, the action of the ink penetrating agent makes it easy for the conventional dispersant such as 
various surface active agents and water-soluble resins to be desorbed from the surface of the particulate pigment in 
the ink to keep a desired dispersion stability without easily impairing the dispersibility of the particulate pigment. 
[0175] According to the inventors' knowledge, when the foregoing counter cation of the sulfonic acid anion group 
and/or the foregoing counter cation of the sulfinic acid anion group is Na + , an image having a high print image can be 

23 obtained. When the foregoing counter cation of the sulfonic acid anion group and/or the foregoing counter cation of 
the sulfinic acid anion group is NH 4 + , the storage stability (dispersion stability) of the ink can be enhanced. Accordingly, 
when the counter cation comprises at least Na + and NH 4 4 , the image can be provided with a desired print density and 
storage stability at the same time. 

[0176] In another preferred embodiment of the third ink, the total amount of alkaline metal ion in the liquid component 
25 (vehicle) of the ink is 1 0,000 ppm or less. When the total amount of alkaline metal ion exceeds 1 0,000 ppm, the pigment 
particles undergo agglomeration and precipitation. Accordingly, in order to secure the ink with a desired storage stability, 
the total amount of alkaline metal ion in the liquid component (vehicle) is preferably 1 0,000 ppm or less, more preferably 
2,000 ppm or less, even more preferably 1 ,000 ppm or less. 

[0177] The term "liquid component" as used herein is meant to indicate a "liquid portion (filtrate)" holding a solid 
30 portion such as particulate pigment-dispersed therein. Accordingly, by measuring by any known method the amount 
of alkaline metal ion contained in the supernatant liquid separated from the precipitated component by centrifugally 
processing the third ink, the amount of alkaline metal ion contained in the "liquid component" can be determined. (The 
term "total amount of alkaline metal ion in the liquid component" is meant to include not only cation with sulfonic acid 
anion group or sulfinic acid group chemically bonded to the surface of the particulate pigment as counter anion but 
35 also alkaline metal ions with other counter anions) 

(Preparation of surface-treated pigment) 

[0178] The surface-treated pigment to be incorporated in the third ink can be obtained by preparing a "particulate 
40 pigment having a sulfonic acid anion group and/or sulfinic acid anion group chemically bonded to the surface thereof 
(surface-treated pigment)", and then treating the particulate pigment with an alkaline compound according to the proc- 
ess described in the clause (Preparation of surface-treated pigment) of the foregoing article [Embodiment of the second 
ink of the invention]. 

[01 79] The "amount of sulfonic acid group and/or sulfinic acid group to be introduced" i nto the su rface-treated pigment 
« thus prepared is preferably 1 0 x 1 0' 6 equivalent or more per g of particulate pigment as in the surface-treated pigment 
to be incorporated in the foregoing second ink. The reason is as mentioned above. 

[0180] Subsequently, the foregoing "particulate pigment having a sulfonic acid anion group and/or sulfinic acid anion 

group chemically bonded to the surface thereof (surface-treated pigment)" is treated with an alkaline compound. 

[0181] As such an alkaline compound there may be selected from alkaline compounds having as cations alkaline 
so metal ions or monovalent ions represented by the chemical formula (R.|R2 R 3 R 4 N ) + ( in R 1. R 2» R 3> and R 4 mav be tne 

same or different and each represent a hydrogen atom, alkyl group, hydroxylalkyl group or halogenated alkyl group). 

Preferred among these alkaline compounds is one wherein the cation is an alkanolamine cation such as lithium ion 

(Li + ), potassium ion (K + ), sodium ion (Na + ), ammonium ion (NH 4 +) and triethanolamine cation. 

[01 82] From the standpoint of print density of image and storage stability, the counter ion of sulfonic acid anion group 
55 and/or the counter ion of sulfinic acid anion group prefer ably comprises Na+ and NH 4 + . Accordingly, a mixture of an 

alkaline compound wherein the cation is Na + and an alkaline compound wher in the cation is NH 4 + is preferably used. 

The reason is as described above. 

[0183] As the anion constituting the alkaline compound th r is preferably used a hydroxide anion. Specific xamples 
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of such a hydroxide anion employable herein include ammonia, alkalnolamine (monoethanolamine, diethanolamine. 
N,N-butylethanolamine, triethanolamine, propanolamine. aminomethylpropanol, 2-aminoisopropanol, etc.), andhy- 
droxide of monovalent alkaline metal (e.g., LiOH, NaOH, KOH). 

[01841 As the mixture of an alkaline compound wherein the cation is sodium ion (Na+) and an alkaline compound 
s whereon the cation is ammonium ion (NH 4 + ) there is preferably used a mixture of sodium hydroxide and ammonium 

[01 d 85] ,d£ |n this case, the processing may be effected in two stages. For example, the alkaline compound may be 
treated with sodium hydroxide so that the counter ion of sulfonic acid anion group and/or the counter ion of sulfmic 
acid anion group is sodium ion. To the alkaline compound may then be added a predetermined amount of ammonia 
w so that a part of sodium ion is converted to ammonium ion. 

[01 86] The amount of the foregoing alkaline compound to be added is preferably not lower than the neutralization 
equivalent of sulfonic acid group and/or sutfinic acid group in the particulate pigment. The amount of a volatile additive 
such as ammonia and alkanolamine to be added is preferably not lower than about 1 .5 times the neutralization equiv- 
alsnt 

is [01 87] Thereafter the alkaline compound may be washed with ion-exchanged water so that the pigment is isolated 
therefrom before proceeding to the process for the preparation of ink described later. However, even if the alkaline 
compound is lefl .n excess at the equivalent point with respect to sulfonic acid group and/or sulfmic acid group, there 
occurs no problem |w,th the proviso that if the cation seed is an alkaline metal, the total amount of the cation in the 
liquid component (vehicle) * p.clcMbly 1 0,000 ppm or less]. Accordingly, the reaction solution which has been treated 

20 with the alkaline compound nwiy be used as a solution for the preparation of the ink as it is. Alternatively, the alkaline 
compound may be added dur nq mo step of preparing the ink mentioned above so that the sulfonic acid group and/or 
sulfinic acid group is converted to sulfonic acid anion group and/or sulfinic acid anion group. 
[0188] The forego.ng procedure can be accomplished by putting the particulate pigment having a sulfonic acid group 
and/or sulfinic acid group chcm^HV bonded to the surface thereof in the alkaline compound, and then shaking the 

25 mixture by a paint shaker or tno hko 

(Preparation of third ink) 

[0189] The third ink can oe orepared according to the process described in the clause (Preparation of the ink of the 
so invention) of the foregoing arte* | Embodiment of the ink of the invention]. (At the step of preparing an ink, the particulate 
pigment having a sutlonc ac«J group and/or sulfinic acid group chemically bonded thereto may be reacted with the 
foregoing alkaline compound to produce a particulate pigment having a sulfonic acid anion group and/or sulfinic acid 
anion group chemically bonded to the surface thereof) 

[0190] In the foregoing preparat.on process, the content of "particulate pigment having a sulfonic acid anion group 
35 and/or sulfinic acid anion group chemically bonded to the surface thereof (surface-treated pigment)" in the ink is pref- 
erably from 0.5 to 30% by wc.ght. more preferably from 1 .0 to 12% by weight as in the case of the foregoing first and 

mm] 'when the content of the foregoing pigment falls below 0.5% by weight, the resulting print density can be 
insufficient On the contrary, when the content of the foregoing pigment exceeds 30% by weight, the amount of the 

40 moisture-retaining component to be incorporated in the ink is limited, causing the ink to clog the nozzle or giving a rise 
of the viscosity of the ink that makes it impossible for the ink to be ejected from the ink ejection nozzle securely. 
[0192] The various physical properties of the third ink thus prepared can be properly controlled. In a prefened em- 
bodiment of the third ink, the total amount of alkaline metal ion in the liquid component (vehicle) is 1 0,000 ppm or less 
(preferably 2,000 ppm or less, more preferably 1 ,000 ppm or less) to secure the ink with a desired storage stability. 

45 [01 93] As in the foregoing second ink, the absolute value of zeta-potentlal of particulate pigment at 20 e C and pH 
value of from 8 to 9 in a diluted ink solution obtained by diluting the ink with ion-exchanged water such that the con- 
centration of the foregoing particulate pigment is from 0.001 to 0.01 % by weight is preferably 30 mV or more particularly 
from the standpoint of print density. The predetermination of the absolute value of zeta-potential of particulate pigment 
to this range can be accomplished by predetermining the amount of dispersibility providing group to be incorporated 

so onto the surface of the particulate pigment to a specific value. 

[01 94] As in the foregoing first and second inks, the viscosity of the ink composition is preferably 1 0m Pa-sec or less, 
more preferably 5mPa scc or loss (20°C). The ink having a viscosity falling within this range can be ejected from the 
ink ejection head more securely. 

[0195] The surface tension of the ink can be property controlled by optimizing the added amount of the penetrating 
55 agent (acetylene glycol-based surface active agent and/or glycol ether) . In practice, however, it is preferably from 25 
to 50 mN/m (20»C), more preferably from 30 to 40 mN/m (20°C). 
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Embodiments of implication of fourth ink of the invention> 

[0196] Embodiments of the implication of the fourth ink of the invention (hereinafter simply referred to as "fourth ink") 
will be hereinafter described partly with ref rence to its action. 

5 [0197] The fourth ink is an ink for ink jet recording comprising at least a surface-treated pigment (surface-treated 
pigment independently dispersible in an aqueous solvent having a sulfur-containing dispersibility providing group chem- 
ically bonded to the surface thereof with a treatment containing sulfur), a penetrating agent and water, characterized 
in that there are incorporated one or more selected from the group consisting of oxazolidine-based compound, alkyl- 
isothiazolone, chloroalkylisothiazolone, benzisothiazolone, bromonitroalcohol andchloroxylenol. In this arrangement, 

10 an ink can be provided having excellent preservability and mildew resistance in addition to the effects exerted by the 
foregoing first to third inks. 

[0198] The technical problem with ink for ink jet recording method is as described in detail in the clause "Action" in 
the foregoing second ink. In addition to this technical problem, the inventors obtained the following knowledge partic- 
ularly during the development of the fourth ink. 

'5 [0199] The inventors could prevent bleeding and improve dryability and print density by using as an ink penetrating 
agent an acetylene glycol-based surface active agent, acetylene alcohol-based surface active agent, 1,2-alkylene 
glycol and/or glycol ether and as a means for providing the colorant with dispersion stability a surface-treated pigment 
which doesn't undergo adsorption/desorption of dispersant on the surface thereof when added to the ink (surface- 
treated pigment having a dispersibility providing group chemically bonded to the surface thereof including those used 

20 in the foregoing first to third inks). 

[0200] On the other hand, the ink jet recording solution may normally comprise a preservative incorporated therein 
for the sake of mildewproofing and preservation. The fourth ink is an "ink for ink jet recording comprising at least a 
surface-treated pigment (surface-treated pigment independently dispersible in an aqueous solvent having a sulfur- 
containing dispersibility providing group chemically bonded to the surface thereof with a treatment containing sulfur), 

25 a penetrating agent and water and thus is a self -dispersion type pigment which relies only on electrostatic repulsion 
with respect to dispersion stability retention from the structural standpoint of view. Accordingly, special care should be 
given to the selection of "low molecular mildewproofing agent/preservative which destroys ion balance to have an 
adverse effect on the establishment of the storage stability of the ink". 

[0201] Then, the inventors found that "oxazolidine-based compound, alkylisothiazolone, chloroalkylisothiazolone, 
30 benzisothiazolone, bromonitroalcohol and chloroxylenol" can be used as a mildewproofing agent/preservative in com- 
bination with a sulfonated self-dispersion type pigment. Thus, the present invention (fourth ink) has been worked out. 
[0202] . The reason why the foregoing mildewproofing agent/preservative is effective specifically for the establishment 
of dispersion stability is not yet made clear. However, it is presumed that the foregoing oxazolidine-based compound 
is not structured so as to destroy the electrical dissociation of sulfonic acid group and thus reduce the electrostatic 
35 repulsion. 

[0203] In a preferred embodiment of the fourth ink, the surface-treated pigment as used in the foregoing first to third 
inks is used, but the present invention is not limited thereto. As the oxazolidine-based compound to be incorporated 
in the fourth ink there is preferably used 4,4-dimethyloxazolidine. As the alkylisothiazolone there is preferably used 
octylisothiazolone and/or methylisothiazolone. As the chloroalkylisothiazolone there is preferably used chloromethyl- 
^0 isothiazoione. These compounds can be blended to provide an ink having excellent preservability and mildew resist- 
ance. 

[0204] The amount of these compounds to be incorporated is preferably from 0.01 to 0.5% by weight. When the 
added amount of these compounds falls below 0.01% by weight, the desired preservability and mildew resistance can 
be difficultly obtained. On the contrary, when the added amount of these compounds exceeds 0.5% by weight, the 
45 resulting ink tends to undergo change in physical properties during storage. 

Embodiment of implication of the fifth ink of the invention> 

[0205] Embodiments of the implication of the fifth ink of the invention (hereinafter simply referred to as "fifth ink") will 

so be hereinafter described partly with reference to its action. 

[0206] The fifth ink gives, as a technical constitution for accomplishing the foregoing [object (problem) of ink for ink 
jet recording (fifth ink of the invention)], an ink for ink jet recording comprising a surface-treated pigment (particulate 
pigment having a sulfur-containing dispersibility providing group chemically bonded to the surface thereof with a treat- 
ment containing sulfur) , a penetrating agent and water, characterized in that the penetrating agent is a material having 

55 a structure represented by the following general formula (2), an acetylene glycol-based surface activ agent, an acet- 
ylene alcohol-based surface active agent, 1 ,2-alkylene glycol and/or glycol ether 



BNSOCCIO <EP__11222S6A1J_> 



21 



EP1 122 286 A1 



R-EOn 2 -POm 2 -X (2) 

wherein R r presents a'C+ 10 alkanol group which is an n-group and/or other isomers; EO represents an ethylene oxy 
5 group; PO represents a propylene oxy group, with the proviso that EO and PO are present in the molecule and their 
order of arrangement are arbitrary; X represents a hydrogen atom or -S0 3 M (in which M represents a hydrogen ion, 
alkaline metal, inorganic base or organic amine) ; and n 2 and m 2 each represent the number of repetition of EO and 
PO, respectively, which are each a value averaged over the entire system. 

10 (Action) 

[0207] The surface-treated pigment to be incorporated in the fifth ink is fast to the material having a structure repre- 
sented by the foregoing general formula (2), acetylene glycol-based surface active agent, acetylene alcohol-based 
surface active agent, 1 ,2-alkylene glycol or glycol ether which is used as a penetrating agent and thus can withstand 
15 severer conditions than the dispersion of pigment with a dispersant and is fast to low to high temperatures. Thus, this 
surface-treated pigment can be used over a wide temperature range. Further, since this surface-treated pigment can 
act as a pigment, an ink for ink jet recording excellent in water resistance and light-resistance can be realized for the 
first time. 

20 (Preparation of surface-treated pigment) 

[0208] The surface-treated pigment to be incorporated in the fifth ink can be obtained by the process described in 
the clause (Preparation of surface-treated pigment) of the foregoing article [Embodiment of the first ink of the invention], 
but the present invention should not be construed as being limited thereto. 

25 

(Penetrating agent) 

[0209] The penetrating agent to be incorporated in the fifth ink is a material having a structure represented by the 
foregoing general formula (2), acetylene glycol-based surface active agent, acetylene alcohol-based surface active 

30 agent, 1 ,2-alkylene glycol and/or glycol ether. 

[0210] Among these penetrating agents, as the acetylene glycol-based surface active agent and glycol ether there 
may be used those exemplified in the clause (Penetrating agent) of the foregoing article [Embodiment of implication 
of the ink of the invention]. As the acetylene alcohol-based surface active agent and 1 ,2-alkylene glycol there may be 
used those exemplified in the clause (Preparation of the first ink) of the foregoing article [Embodiment of implication 

35 of the ink of the invention]. 

[0211] As the material having a structure represented by the foregoing general formula (2), i.e., material having a 
structure represented by R-EOn 2 -POm 2 -X (2) there is preferably used one wherein R is a butyl group, pentyl group, 
hexyl group, heptyl group, octyl group, nonyl group and/or decyl group. More preferably, the butyl group is mainly 
composed of n-butyl group, isobutyl group and/or t-butyl group, the pentyl group is mainly composed of n-pentyl group 

40 and/or other isomers, the hexyl group is mainly composed of n-hexyl. group and/or other isomers, the heptyl group is 
mainly composed of n-heptyl group and/or other isomers, the octyl group is mainly composed of n-octyl group and/or 
other isomers, the nonyl group is mainly composed of n-nonyl group and/or other isomers, and the decyl group is 
mainly composed of n-decyl group and/or other isomers. 

[0212] In a preferred embodiment of the fifth ink, n 2 and m 2 in the foregoing general formula (2) are from 0 to 1 0 and 
45 from !to 5 , respectively, and the average molecular weight of the material represented by the foregoing general formula 
(2) is 2,000 or less. 

[0213] It was found that due to the incorporation of the foregoing penetrating agent, the fifth ink gives less print 
bleeding when printed on general paper called ordinary paper. It was also found that the use of a material having a 
structure represented by the foregoing general formula (2) , too, has the same or more effect of eliminating print bleed- 
50 ing. 

[0214] When R in the foregoing general formula (2) is methyl group, ethyl group or pentyl group, which is lower than 
butyl group, which has four carbon atoms, the resulting penetrating group can be difficultly provided with enhanced 
penetrating power and thus has a reduced effect of eliminating print bleeding. In a preferred embodiment, R is a butyl 
group, pentyl group, heptyl group or octyl group. More preferably, R is a butyl group, pentyl group or hexyl group. 
55 [021 5] Referring further, when R in the foregoing general formula (2) is a pentyl group or higher group, the resulting 
penetrating agent becomes less water-soluble and thus requires the use of a dissolution aid. Further, there results in 
not too a great improvement of print quality. 
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[0216] Referring still further, when R in the foregoing general formula (2) is a pentyl group or higher group and X in 
the general formula (2) is a hydrogen atom, the resulting penetrating agent becomes less water-soluble and thus 
requires the use of a dissolution aid, making it difficult to provide an effect of nhancing print quality. 
[0217] It is preferred that n 2 and rr^ in the foregoing genera! formula (2) b from 0 to 1 0 and from 1 to 5, respectively. 

5 When n 2 and m 2 fall outside this range, desired penetrating power can be difficultly obtained. When the number of 
carbon atoms in R is 4 or less, and the average value of n 2 and m 2 are 1 or less at the same time, the resulting 
penetrating agent has a raised vapor pressure to evaporate at ordinary temperature, causing the clogging of the nozzle 
in the head. On the contrary, when n 2 exceeds 1 0, more bubbles can occur to disturb print. When m 2 exceeds 5, the 
resulting penetrating agent exhibits an enhanced hydrophobicity and hence a lowered water-solubility even if n 2 is 1 0. 

10 [0218] The suffixes n 2 and m 2 each indicate a value averaged over the ink system. Thus, each molecule is based 
on a system having a distribution of molecular weights. However, the system may be monodisperse. 
[021 9] Thematerial of the foregoing general formula (2) is formed by adding ethylene oxide or propylene oxide to an 
alkyl alcohol as a starting material in an atmosphere of alkali or the like in a desired molar amount. Thus, the material 
of the general, formula (2) is normally not monodisperse. However, the material of the general formula (2) may go 

is through a process such as distillation to become monodisperse before use. 

[0220] However, residual alcohol is preferably present in the ink system in an amount of 1 % by weight or less. When 
the content of residual alcohol exceeds 1 % by weight, wetting occurs on the surface of the nozzle in the head, causing 
deterioration of print quality or giving problems such as generation of alcoholic odor. 

[0221] In another preferred embodiment of the fifth ink, the material represenled by the foregoing general formula 
™ (2) comprises ihe foregoing i ,2-aikyiene glycol incorporated therein in an amount of from 0 to 10% by weight. When 
the content of 1 ,2-alkylene glycol exceeds 1 0%, there can be exerted no more effect of improving the print quality and 
causes a viscosity rise. Thus, this range of the content of 1 ,2-alkylene glycol is not suitable for ink jet recording, par- 
ticularly using a head comprising an electrostriction element. 

[0222] More preferably, the foregoing 1 ,2-alkylene glycol is a 1 ,2-pentanediol and/or 1 ,2-hexanediol having 5 and/ 
25 or 6 carbon atoms. Most preferably, the foregoing 1 ,2-alkylene glycol is t ,2-hexanediol. 

[0223] In a further preferred embodiment of the fifth ink, the material represented by the foregoing general formula 
(2) comprises the foregoing acetylene glycol-based surface active agent incorporated therein in an amount of from 0 
to 5% by weight. The further incorporation of the acetylene glycol-based surface active agent makes it possible to 
further improve the print quality. The amount of the acetylene glycol-based surface active agent to be incorporated is 
30 preferably from 0 to 5% by weight. Even when the acetylene glycol-based surface active agent is added in an amount 
of more than.5% by weight, improvement of print quality can be difficultly perceived more, and there may occurtroubles 
such as viscosity rise. More preferably, the amount of the acetylene glycol -based surface active agent to be incorporated 
is from 0.1 to 2% by weight. 

[0224] The fifth ink may comprise any of preservative, oxidation inhibitor, electrical conductivity adjustor, pH adjustor, 
35 viscosity modifier, surface tension adjustor, oxygen absorber, etc. incorporated therein as other components. 

[0225] The fifth ink may further comprise various sucroses incorporated therein to prevent itself from being dried on 
the front face of the nozzle to clog the nozzle. There are monosaccharide and poly saccharide. Examples of these 
sucroses employable herein include glucose, mannose, fructose, ribose, xylose, arabinose, lactose, galactose, aldon- 
icacid, glucitose, maltose, cellobiose, sucrose, trehalose, maltotriose, alginic acid, salt thereof, cyclodextrin, and eel- 
40 lulose. The amount of these sucroses to be incorporated is preferably from 0.05% to 30%. When the amount of these 
sucroses to be incorporated falls below 0.05%, there can be a reduced effect of recovering from clogging of the tip of 
the head caused by drying of the ink. On the contrary, when the amount of these sucroses to be incorporated exceeds 
30%, the resulting ink exhibits a raised viscosity that makes it impossible to effect proper printing. 
[0226] The amount of ordinary monosaccharide or polysaccharide such as glucose, mannose, fructose, ribose, xy- 
<5 lose, arabinose, lactose, galactose, aldonic acid, glucitose, maltose, cellobiose, sucrose, trehalose and maltotriose to 
be incorporated is more preferably from 3 to 20%. Alglnlc acid, salt thereof, cyclodextrin or cellulose needs to be added 
in an amount such that the resulting ink doesn't have too high a viscosity. 

Embodiment of implication of the ink set of the invention> 

50 

[0227] Embodiments of the implication of the ink set for ink jet recording according to the invention (hereinafter simply 
referred to as "ink set of the invention") will be hereinafter described partly with reference to its action. 
[0228] The ink set of the invention is an ink set for ink jet recording comprising at least a pigment, a penetrating 
agent, and water, characterized in that the pigment is a surface-treated pigment (surface-treated particulate pigment 
55 having a sulfur-containing dispersibility providing group chemically bonded to the surface thereof with a treatment 
containing sulfur) comprising in combination 4 colorpigments, i.e., black, yellow, magenta and cyan or 6 color pigments, 
i.e., black, yellow, magenta, cyan, orang and green. 

[0229] In a preferred embodiment of the ink set of the invention, the surface-treated pigment is a "surface-treated 
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pigment having a dispersibility providing group present thereon in an amount of 10 x 10' 6 equivalent or more per g of 
particle pigment" as used in the foregoing second ink. 

(Action) 

5 

[0230] The ink set of the invention comprises in combination four color pigments, i.e., black (surface-treated black 
particulate pigment) , yellow (surface-treated yellow particulate pigment), magenta (surface-treated magenta particulate 
pigment) and cyan (surface-treated cyan particulate pigment) each comprising a particulate pigment having a disper- 
sion providing group chemically bonded to the surface thereof with a treatment containing sulfur. In this arrangement, 

io an ink set for ink jet recording can be provided which allows the optimization of pigment density, extremely easy design 
of pigment ink and development of desired half tone colors and can give a good color image. 
[0231 ] Further, the ink set of the invention comprises orange (surface-treated orange particulate pigment) and green 
(surface-treated green particulate pigment) each comprising a surface-treated particulate pigment having a dispersi- 
bility providing group chemically bonded thereto in addition to the foregoing four colors, totaling six colors. In this 

is arrangement, an ink set for ink jet recording can be provided which can provide a better color image, particularly good 
hue. 

[0232] In a preferred embodiment of the ink set of the invention, the amount of the dispersibility providing group 
provided on the foregoing surface-treated particulate pigment can be predetermined to a specific value (10 x 10* 6 
equivalent or more per g of particulate pigment) to further improve the "dispersion stability of the ink". 
20 [0233] Referring further to the effect of the ink set of the invention, the ink set of the invention gives, as a first aspect 
of the technical constitution, a combination of surface-treated particulate pigments. In this arrangement, there can be 
exerted the following effect. 

[0234] The surface-treated pigment particles can merely undergo electrostatic repulsion in the ink to keep desired 
dispersion stability. This means that it is not necessary to optimize the kind and amount of various dispersants with 
25 respect to the pigment used for the purpose of adjusting the physical properties. (Even if the ink of the type comprising 
the conventional dispersant can be properly adjusted with respect to physical properties, it cannot be designed for 
various kinds of recording papers. This is presumably attributed to the fact that a pigment comprises various molecular 
skeletons and thus shows different affinities for ink solvent from one portion to another.) 

[0235] In the present invention, by chemically bonding a sulfur-containing dispersibility providing group to a partic- 
20 ulate pigment and uniformly acidifying the surface of the particulate pigment, the affinity of the particulate pigment for 
ink solvent can be uniformalized. In this arrangement, the optimization of the pigment concentration is made possible, 
making it extremely easy to design the pigment ink. 

[0236] Further, by predetermining the amount of the foregoing dispersibility providing group to a specific value (10 
x 1 0' 6 equivalent or more per g of particulate pigment), the "agglomeration of pigment in the ink, change of ink viscosity, 
35 etc." can be further inhibited, making it possible to further improve the "dispersion stability and storage stability of the 
ink". 

[0237] The ink set of the invention gives, as a second aspect of the technical constitution, a combination of specific 
surface-treated particulate pigments. In other words, four colors, i.e., surface-treated black particulate pigment, surface- 
treated yellow particulate pigment, surface-treated magenta particulate pigment, and surface-treated cyan particulate 
40 pigment, are combined. Alternatively, surface-treated orange particulate pigment and surface-treated green particulate 
pigment are combined in addition to the foregoing four colors to provide a six color ink set. 

[0238] An ink set comprising three colors, i.e., yellow ink composition, magenta ink composition and cyan ink com- 
position, is normally used in color ink jet recording process. By using this ink set in combination with black (surface- 
treated black pigment) and optionally orange (surface-treated orange pigment) and green (surface-treated green pig- 

45 ment), the following effect can be exerted. 

[0239] The use of the ink set of the invention makes It possible to expand the range of color reproducibility of color 
image, in particular, the color reproducibility of red system and green system can be improved. 
[0240] The red and green saturation of the image obtained by the conventional ordinary color ink jet recording method 
are about 60 and 70, respectively. The use of the ink set of the invention makes it possible to realize a saturation of 

so 70 or more. 

[0241] The use of the ink set of the invention makes it possible to express a close half tone color. 
[0242] In accordance with the ink jet recording method, a color image is expressed on a two-value control basis in 
which a color ink composition is "printed/not printed". Accordingly, the number of colors which can be expressed is 
limited due to resolution. The ink set of the invention comprises orange (surface-treated orange pigment) and green 
55 (surface-treated green pigment) in addition to the foregoing four colors to exert a remarkable effect by wh ich the number 
of colors which can be expressed can be drastically increased. 

[0243] Further, the ink set of the invention comprises a colorant as a pigment to exert the following effect. 

[0244] An ink comprising a colorant as a pigment exhibits a lower transparency than an ink comprising a dye as a 
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colorant Accordingly, when two or more color ink compositions are printed at the same time, the printed surface tends 
to have a lowered brightness as well as lowered saturation. This tendency becomes remarkable when red or green is 
printed in the case where the amount of ink attached per unit area increases. 

[0245] In the ink set of the invention, the use of an orange pigment (surface-treated orange pigment) and a green 
5 pigment (surface-treated particulate green pigment) in particulate makes it possible to reduce the attached amount of 
ink during printing of red or green color and hence obtain a printed matter having a high brightness and saturation. 
This phenomenon can be observed with dye inks as well. However, this effect can be exerted more with pigments 
which can provide an ink composition with a lowered transparency. 

[0246] Further, an effect which can be normally exerted with the case where a pigment is used as a colorant, i.e., 

10 high water resistance and weathering resistance can be attained at the same time. 

[0247] The combination of four color pigments (combination of surface-treated particulate black pigment, surface- 
treated particulate yellow pigment, surface-treated particulate magenta pigment and surface-treated particulate cyan 
pigment) cannot have an expanded range of color reproducibility (half tone color in particular) as compared with the 
combination of six color pigments, which comprises two col or pigments, i.e. , surf ace-treatedparticulate orange pigment 

'5 and surface-treated particulate green pigment in addition to the tour color pigments but can attain sufficient range of 
color reproducibility and a low cost with respect to ordinary paper {printed matters required in office). 

(Surface-treated pigment) 

20 [0248] The surface-treated pigment (surface-treated particulate pigment having a dispersibility providing group 
chemically bonded to the surface thereof with a treatment containing sulfur) to be incorporated in the ink set of the 
invention can be prepared by the method described in detail in the clause (Surface-treated pigment) of the foregoing 
article [Embodiments of implication of the second ink]. 

[0249] In other words, as described in the foregoing clause, the surface-treated pigment can be obtained by sub- 
25 jecting a pigment such as black pigment, yellow pigment, magenta pigment, cyan pigment, orange pigment and green 
m pigment to direct oxidation reaction in a solvent with a treatment containing sulfur 
[0250] The amount of the dispersibility providing group to be introduced into the surface-treatedpigment is not spe- 
cifically limited in the invention. In practice, however, it is preferably 10 x 10' 6 equivalent or more per g of particulate 
pigment. When the introduced amount of dispersibility providing group falls below 10 x 10* 6 equivalent, the ink can 
. 30 easily give an agglomerate of pigment particles that can not only cause deterioration of storage stability such as viscosity 
change but also occasionally makes it impossible to obtain a high print density. 

[0251] The upper limit of the introduced amount of dispersibility providing group is not specifically limited. In practice, 
however, it is preferably 60 x 1 0" 6 equivalent or less from the standpoint of cost because when it is 60 x 1 0* 6 equivalent 
or more, the enhancement of the effect of improving the ink storage stability accompanying the increase of the intro- 

35 duced amount of dispersibility providing group cannot be recognized. 

[0252] The kind of the pigments to be incorporated in the ink set of the invention is not specifically limited. In practice, 
however, as a black pigment there is preferably used C.I. pigment black 7, as yellow pigments there are preferably 
used one or more of the foregoing surface-treated yellow pigments such as CI. pigment yellow 55, 74, 97, 1 09, 11 0, 
128, 138, 147, 151 , 154, and 180, as magenta pigments there are preferably used one or more of C.I. pigment red 

40 122, 202, and 209, and C.I. pigment violet 1 9, as cyan pigments there are preferably used one or more of C.I. pigment 
blue 15, 15 : 1, 15 : 2, 15 : 3, 15 : 4, 15 : 6, and 16, as orange pigments there are preferably used one or more of C.I. 
pigment orange 43 and 36, and as green pigments there are preferably used one or more of C. I. pigment green 7 and 36. 
[0253] The reason for this arrangement is that the use of these pigments makes it possible to obtain a good printed 
matter having a higher saturation than by the use of other pigments. This is also because this arrangement can satisfy 

*s requirements for ink composition for use in ink jet recording such as storage stability and clogging resistance. 

Embodiments of implication of the ink cartridge of the invention> 

[0254] Embodiments of implication of the ink cartridge of the invention will be described hereinafter. 

so [0255] The ink cartridge of the invention is an ink cartridge comprising an ink impregnating foam and an ink incor- 
porated in the ink impregnating foam, characterized in that the ink comprises at least a surface-treated pigment (par- 
ticulate pigment having a sulfur-containing dispersibility providing group provided on the surface thereof), a penetrating 
agent and water and the content of sulfur in the liquid component in the ink incorporated in the ink impregnating foam 
is 2,000 ppm or less as calculated in terms of S0 4 2 " ion. 

55 [0256] In other words, the ink cartridge of the invention comprises the foregoing first ink incorporated therein as an 
ink to be incorporated in the ink impregnating foam. 

[0257] Accordingly, in a preferred embodiment of the ink cartridge of the invention, the content of sulfur in the liquid 
component in the ink incorporated in the ink impr gnating foam is 2,000 ppm or less (preferably 1 ,000 ppm or less) 
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as calculated in terms of S0 4 2 ' ion and the content of polyvalent metal ions in the liquid component is preferably 800 
ppm or less (more preferably 600 ppm or less, most preferably 400 ppm or less) as in the first ink. 
[0258] In another preferred embodiment of the ink cartridge of the invention, the foregoing pigment is a carbon black 
pigment and/or organic pigment. In a further embodiment of the ink cartridge of the invention, the foregoing penetrating 

5 agent is an acetylene glycol-based surface active agent, acetylene alcohol-based surface active agent, 1 ,2-alkylene 
glycol and/or glycol ether. All these embodiments are the same as that of the first ink of the invention. 
[0259] In a still further preferred embodiment of the ink cartridge of the invention, the foregoing foam is a urethane 
foam. The foregoing urethane foam can be a foam prepared in the presence of an organic metal compound (e.g., 
organic tin compound) as a catalyst. The added amount of the foregoing organic metal compound can range from 0.01 

10 to 0.2% by weight based on the total weight of the urethane foam. 

[0260] In a still further preferred embodiment of the ink cartridge of the invention, the total amount of metal ions from 
the foregoing organic compound catalyst contained in the liquid component of the ink and other polyvalent metal ions 
is 800 ppm or less. 

[0261 ] A still further preferred embodiment of the ink cartridge of the invention is an ink cartridge for ink jet recording 
15 apparatus. 

[0262] In the ink cartridge of the invention, the term "liquid component" as used herein is meant to indicate a "liquid- 
portion" holding a solid portion such as particulate pigment dispersed therein in the ink incorporated in the ink impreg- 
nating foam. Accordingly, the "liquid component" contains impurities eluted with the vehicle (liquid portion of ink itself) 
from the ink impregnating foam in addition to impurities which have entered into the vehicle during the preparation of 
20 the ink. 

[0263] Further, by measuring by any known method the amount of S0 4 2 ' ion or polyvalent metal ion (e.g., alkaline 
earth metal ion, polyvalent metal such as tin ion) contained in the supernatant liquid separated from the precipitated 
component by centrifugally processing the ink incorporated in the ink impregnating foam (optionally separated from 
the foam), the amount of S0 4 2 " ion or polyvalent metal ion contained in the "liquid component" can be determined. 
25 [0264] The term "vehicle" as used herein is meant to indicate a "liquid portion" holding a solid portion such as par- 
ticulate pigment dispersed therein in the ink to be incorporated in the ink impregnating foam of the ink cartridge of the 
invention. 

(Preparation of surface-treated pigment and ink) 

30 

[0265] The surface-treatedpigment to be used in the ink cartridge of the invention and its preparation , and the prep- 
aration of the ink (aqueous pigment ink) to be incorporated in the ink impregnating foam are as described in the foregoing 
clause [Embodiments of implication of the first ink]. 

35 (ink impregnating foam) 

[0266] The ink cartridge of the invention comprises an ink impregnating foam impregnated with theforegoing aqueous 
pigment ink. 

[0267] The ink impregnating foam to be used herein is not specifically limited so far as it is resistant to inks and thus 
40 doesn' tundergo denaturation with inks. Any known conventional foams as disclosed in JP-A-11 -201 92, JP-A-5-3881 6, 
JP-A-7-32613 and JP-A-64-26452 may be used. 

[0268] As the ink impregnating foam there is preferably used a urethane foam which can be obtained by reacting a 

polyether polyol with an isocyanate in the presence of at least a catalyst and a foaming agent. 

[0269] As the polyether polyol there can be widely used a well known polyether polyol. Apolyether polyol is a com- 

45 pound having a molecular weight of from about 1 : 000 to 10,000 which can be obtained by reacting a poiyhydroxy 
compound such as propylene glycol, ethylene glycol, glycerin, triethanolamine and ethylene diamine with ethylene 
oxide or propylene oxide. Specific examples of such a polyether polyol include glycerin -based polypropylene glycol. 
[0270] In general, as a polyol to be used in the preparation of urethane foam there may be used a polyester polyol 
or the like as well. However, since the ink cartridge of the invention is arranged such that the urethane foam comes in 

so direct contact with the ink, the polyol is more preferably a polyether polyol, which undergoes less deterioration, regard- 
less of which the ink is alkaline or acidic. 

[0271] As the isocyanate there may be used an aromatic or aliphatic poly isocyanate or having two or more isocyanate 
groups per molecule or modification product thereof. Specific examples of such an isocyanate include tolylene diiso- 
cyanate, diphenylmethane diisocyanate, and xylylene diisocyanate. 
55 [0272] As the foaming agent there may be used a commonly used foaming agent such as water, air, nitrogen, pentane, 
methylene chloride and nitroalkane. 

[0273] In addition, additives which are commonly used in the preparation of urethane foam such as foam stabilizer 
(e.g., silicone oil) and cell opening agent (e.g., polyether siloxane) may be used as necessary. 



26 



BNSDOCID: <EP 11222B6A1J_> 



EP1 122 286 A1 

[0274] As the ink impregnating foam there may be used the urethane foam thus prepared as it is. However, in order 
to enhance ink retention, the film-like material produced between cells may be fused using a mixture of oxygen and 
hydrogen before use. 

[0275] The number of cells in the ink impregnating foam is preferably from 20 to 60 per inch from the standpoint of 

5 ink retention. When the number of cells is too great, the retainable amount of ink decreases, and the cells act strongly 
as capillary, reducing the effective amount of ink to disadvantage. On the contrary, when the number of cells is too 
small, the cells cannot act as capillary as they are. Even when the ink retaining body is compressed, the size of cells 
in the ink retaining body can be hardly uniform, making it difficult to retain the ink in the foam uniformly to disadvantage. 
[0276] The ink cartridge of the invention is filled with an ink impregnating foam. When packed in the cartridge, the 

10 foam may be arbitrarily compressed to control the density thereof as necessary. The percent compression of ink im- 
pregnating foam has some relationship particularly with the number of cells in urethane foam. Thus, when the number 
of cells is small, the urethane foam is used under high compression. On the contrary, when the number of cells is great, 
the urethane foam is used under low compression. The percent compression of ink impregnating foam can be deter- 
mined depending on various parameters such as shape or ink cartridge, characteristics of ink, structure of passage in 

is the printing head : position of nozzle portion andposition of junction of ink cartridge. Thus, the ink impregnating foam 
is preferably compressed to 1/1 to 1/1 0, more preferably about 1/2 to 1/5 of the volume of the ink cartridge. 
[0277] The preparation of the polyether urethane is normally carried out in the presence of an organic metal com- 
pound (e.g., dibutyltin laurate : tin octylate, lead naphthenate, cobalt naphthenate) or tertiary amine (e.g., N-ethylmor- 
pholine, triethylenediamine (DABBCO)). 

20 [0278] Among these catalysts, the organic metal compound, when the polyether urethane comes in contact with the 
ink, is eluted with the ink in which it then forms a crystal that causes the impairment of the ejection properties. Thus, 
the amount of the organic metal compound to be added during the preparation of polyether urethane is preferably 
small. When the amount of the catalyst to be used is merely small, the foam has a large amount of unreacted compo- 
nents left therein which are then eluted with the ink to have an adverse effect on the properties of the ink. Accordingly, 

25 the added amount of the foregoing organic metal compound is preferably from 0.01 to 0.2% by weight based on the 
total weight of the urethane foam. 

[0279] The polyether urethane is preferably subjected to pretreatment such as cleaning and aging before being 
impregnated with the ink. However, such a pretreatment doesn't necessarily need to be effected. 
[0280] The cartridge of the invention may comprise as a chamber a case filled with a kind of ink. Alternatively, the 
30 case may be arbitrarily_partitioned into a plurality of ink chambers filled with different inks, respectively. 

Industrial Applicability 

[0281] In accordance with the ink for ink jet recording (first ink) of the invention, desired storage stability and ejection 

35 stability (inhibition of dot drop and clogging) can be secured. At the same time, requirements for little irregular bleeding 
on printed image, fast drying of printed image and high print density of printed image can be satisfied. Further, when 
an image printed on ordinary paper is thoroughly observed, the ink thus printed penetrates little into the other side of 
paper. Thus, the ink for ink jet recording of the invention can be printed on both sides of paper. 
[0282] In accordance with the ink for ink jet recording (second ink) of the invention, a fast-drying image having a high 

40 print density can be provided free from print bleeding. Further, an ink for ink jet recording which exhibits a high storage 
stability and can be easily prepared can be provided. Moreover, by arranging the ink for ink jet recording such that the 
absolute value of zeta-potential of particulate pigment at 20°C and pH value of from 8 to 9 in a diluted ink solution 
obtained by diluting the ink with ion-exchanged water such that the concentration of the foregoing particulate pigment 
is from 0.001 to 0,01% by weight is 30 mV or more, an image having a higher print density can be provided, and an 

45 ink for Ink jet recording having a higher storage stability can be provided. 

[0283] Further, by providing an comprising at least a particulate pigment having a sulfur-containing dispersibility 
providing group chemically bonded to the surface thereof with a treatment containing sulfur, a penetrating agent, and 
water, characterized in that the amount of the dis persbility providing group is 10 x 10~ 6 equivalent per g of particulate 
pigment and the absolute value of zeta-potential of particulate pigment at20°C and pH value of from 8 to 9 in a diluted 

50 ink solution obtained by diluting the ink with ion-exchanged water such that the concentration of the foregoing particulate 
pigment is from 0.001 to 0.01% by weight is 30 mV or more, an image having an extremely high print density can be 
provided, and an ink for ink jet recording having an extremely high storage stability and a process for the preparation 
thereof can be provided. 

[0284] In accordance with the process for the preparation of the inkfor ink jet recording of the invention (second ink), 
55 there is provided a step of subjecting sulfonic acid group and/or sulfinic acid group to ionic dissociation in the ink before 
the addition of the ink solvent, whereby the dispersibility of the particulate pigment can be further nhanced, making 
it possible to provide an easier process for the preparation of an ink for ink jet recording. 

[0285] In accordance with th ink for ink jet recording of the invention (third ink), a fast-drying image having a high 
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print density can be provided free from print bleeding. Further, an ink for ink jet recording which exhibits a high storage 
stability and can be easily prepared can be provided. Further, by arranging the ink for ink jet recording such that the 
counter cation of the sulfonic acid anion group and/or the counter cation of the sulf inic acid anion group comprises at 
least Na + and NH 4 + , a fast-drying image having a high print density can be provided fre from print bleeding, and an 

5 ink for ink jet recording which exhibits a higher storage stability can be provided. 

[0286] Furthermore, by arranging the ink for ink jet recording such that the total amount of alkaline metal ion in the 
liquid component (vehicle) is 2,000 ppm or less, more assured storage stability can be provided.. 
[0287] In accordance with the ink for ink jet recording of the invention (fourth ink), a pigment ink having an excellent 
fastness can be provided. The printed image thus obtained has little irregular bleeding and no color bleeding in color 

io border region. The printed image thus obtained can rapidly dry and has a high print density. Further, the printed image 
thus obtained has an excellent storage stability. Moreover, it goes without saying that this ink comprises a pigment as 
a colorant and thus exhibits an excellent light- resistance and water resistance as compared with the conventional dye- 
based inks for ink jet recording. 

[0288] In accordance with the ink for ink jet recording of the invention (fifth ink), printing can be made on ordinary 
is paper, which has heretofore never allowed sufficient printing, particularly regenerated paper, with little bleeding, and 
an ink for ink jet recording having an excellent water resistance and light- resistance can be provided. 
[0289] In accordance with the ink set for ink jet recording of the invention, four color pigments, I.e., surface-treated 
black pigment, surface-treated yellow pigment, surface-treated magenta pigment and surface-treated cyan pigment 
are combined. In this arrangement, an ink set for ink jet recording can be provided which allows the optimization of 
20 pigment density, extremely easy design of pigment ink and development of desired half tone colors and can give a 
good color image. 

[0290] Further, the ink set for ink jet recording of the invention can comprise surface-treated orange pigment and 
surface-treated green pigment in addition to the foregoing four colors, totaling six colors. In this arrangement, an ink 
set for ink jet recording can be provided which can provide a better color image, particularly good hue. 
25 [0291] In accordance with the ink cartridge of the invention, an ink cartridge comprising in combination a cartridge 
receiving a polyurethane foam as an ink impregnating foam and an ink containing a surface-treated pigment can be 
provided which gives desired storage stability and ejection stability (prevention of clogging) andmaintains the print 
properties of the foregoing ink securely. 

30 Examples ~ 

[0292] The inks of the invention (first to fifth inks), the ink set of the invention, and the ink cartridge of the invention 
will be further described in connection with Examples 1 to 7 below, but the scope of the present invention should not 
be construed as being limited thereto. In the following description of Examples 1 to 7 and Comparative Examples 1 to 
35 7, the particulate pigment having a sulfur-containing dispersibility providing group provided on the surface thereof will 
be referred also to as "surface-treated pigment". The term "parts- and as used hereinafter are meant to indicate 
"parts by weight" and "% by weight", respectively, unless otherwise specified. 

[Examples and comparative examples of first ink of the invention] 

40 

[0293] Examples 1 (Examples 1-1 to 1-11) below are examples of the first ink of the invention, and Comparative 
Examples 1 (Comparative Examples 1 -1 to 1-3) below are examples for comparison with the first ink of the invention. 
[0294] The "amount of sulfuric acid ion (S0 4 2 ') and polyvalent metal ion contained in the liquid component of the 
ink" defined in Examples 1-1 to 1-11 and Comparative Examples 1-1 to 1-3 below were determined by the following 
45 methods. 

[Determination of sulfuric acid ion and polyvalent metal ion] 

(1) Separation of liquid component 

50 

[0295] The inks prepared in Examples 1 and Comparative Examples 1 were each subjected to centrifuging by a 
centrifugal ultrafiltrating apparatus (C-15, produced by Millipore Inc.). As a filter there was used a Type NMWL10000 
filter. The centrifuging was effected at 2,500 G for 60 minutes. The resulting filtrate was then determined for amount 
of sulfuric acid ion and polyvalent metal ion by the following methods. 

55 

(2) Determination of sulfuric acid ion 

[0296] 10 mg of the filtrate was subjected to combustion by oxygen flask method. The resulting gas was absorbed 
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by a 0.3% aqueous solution of H 2 0 2 which was then subjected to ion chromatography (column: ionPacAS12A; DX- 
500, produced by Nippon Dionex Corp.). 

(3) Determination of polyvalent metal ion 

5 

[0297] 10 mg of the filtrate was subjected to oxygen flask combustion method, and then absorbed by a 0.2% aqueous 
solution of nitric acid which was then determined for amount of polyvalent metal ion by ion chromatography as in the 
foregoing clause (2). 

[0298] The "amount of dispersibilrty providing group introduced onto surface-treated pigment" defined in Examples 
10 1 (Examples 1-1 to 1-11) and Comparative Examples (Comparative Examples 1-1 to 1-3) below was determined by 
the following method. 

[Determination of introduced amount of dispersibility providing group] 

15 [0299] The surface-treated pigments obtained in Examples 1 and Comparative Examples 1 were each subjected to 
oxygen flask combustion method, and then absorbed by a 0.3% aqueous solution of hydrogen peroxide which was 
then determined for amount of sulfuric acid ion (divalent) by ion chromatography (2000i, produced by Nippon Dionex 
Corp.). The results were then convened into amount of sulfonic acid group [sulfonic acid group (monovalent) and/or 
sulfinic acid group (nonovalcni)! as calculated in terms of equivalent per g of pigment. 

20 [0300] The pnyaicrti piu^ciiic-b (/eta-potential, viscosity, surface tension) of the inks obtained in Examples 1 (Exam- 
ples 1-1 to 1-11) rind Comparative Examples (Comparative Examples 1-1 to 1-3) below were determined by the fol- 
lowing methods. 

"Measurement of phystcaJ propctics of ink" 

25 

* Measurement of /ota -potential 

[0301] The inks ofctairwd m Fnampios 1 and Comparative Examples 1 were each diluted with ion-exchanged water 
1 ,000 times (such that tho concentration of particulate pigment reached 0.008% by weight). The solution thus obtained 
;: 30 was adjusted to pH of.8 to 9 at 20°C with a 0.1 N hydrochloric acid and a 0.1 N caustic soda, and then measured for 
zeta-potential of particulate pigment by a laser Dopplertype electrophoresis analyzer (ELS-800, produced by OTSUKA 
ELECTRONICS CO . LTD ) Tho results were represented in terms of absolute value. 

* Measurement of viscosity 

35 

[0302] The inks obtained in Examples 1 and Comparative Example 1 were each measured for viscosity at 20°C at 
a shearing rate of 200/sec by a Typo RFS2 rotational viscometer (produced by Rheometric Scientific RE. Ltd). 

* Measurement of surface tension 

40 

[0303] The inks obtained in Examples 1 and Comparative Examples 1 were each measured by a Type CBVP-A3 
surface tension balance (produced by Kyowa Interface Science Co., Ltd.). 

[0304] The inks of Examples 1 (Examples 1-1 to 1-11) and Comparative Examples (Comparative Examples 1-1 to 
1 -3) below were each subjected to the following "printing test" and "ink storage stability test" . 

45 

"Printing test" 

[0305] As an ink jet recording process printer there was used a Type MJ-5000C printer (produced by SEIKO EPSON 
CORPORATION) which was then loaded with the inks obtained in Examples 1 and Comparative Examples 1. As an 

so ordinary neutral paper there was used Xerox P (produced by Fuji Xerox Co., Ltd.). As an ordinary acidic paper there 
was used EPP (produced by SEIKO EPSON CORPORATION) . As a regeneratedpaper there was used Xerox R (pro- 
duced by Fuji Xerox Co., Ltd.). Printing was then made on these papers. (The results of this test will be hereinafter 
referred to as "initial test results".) The printer was then switched off. After a week, printing test was made under the 
same conditions as mentioned above. (The results of this test will be hereinafter referred to as "results of test after one 

55 week".) 
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"Ink storage stability test" 

[0306] The inks prepared in Examples 1 and Comparative Examples 1 were each sealed in a glass sample bottle. 
The samples were each then allowed to stand at 60°C for 1 week or at -20°C for 1 we k. The samples were each 
5 xamined for occurrence of foreign matters in the ink and change of ink viscosity and surface tension before and after 
storage. The confirmation of occurrence of foreign matters was accomplished by filtering the ink which had just been 
prepared and which hadbeen stored under the various conditions through a twill-woven metallic filter having a pore 
size of 25 urn, and then examining the residue for increase or decrease of amount of foreign matters under a micro- 
scope. 

10 

<Example 1-1> 

(1 ) Preparation of surface-treated pigment: carbon black 

15 [0307] 1 5 parts of carbon black ("MA-7", produced by Mitsubishi Chemical Corporation) were mixed with 200 parts 
of sulfolane. The mixture was then subjected to dispersion by a Type M250 Eiger motor mill (produced by Eiger Japan 
KX.) at a percent bead packing of 70% and a rotary speed of 5,000 rpm for 1 hour. The mixture of a pigment paste 
and a solvent thus dispersed was transferred into an evaporator where it was then heated to a temperature of 120°C 
at a pressure of 30 mmHg or less so that the water content in Ihe system was distilled off as much as possible. The 

20 reaction system was then controlled to a temperature of 150°C. Subsequently, to the reaction solution was added 25 
parts of sulfur trioxide. The reaction mixture was then allowed to undergo reaction for 6 hours. After the termination of 
reaction, the reaction product was washed with excessive sulfolane several times, poured into water, and then filtered 
to obtain a surface-treated particulate carbon black pigment. 

[0308] The amount of the dispersibility providing group introduced into the surface-treated carbon black pigment 
25 thus obtained was 50 x 1 0* 6 equivalent per g of pigment 

(2) Preparation of ink for ink jet recording 

[0309] The carbon black pigment obtained in the foregoing Example 1-1 (1 ) was used. As penetrating agents there 
30 were used Surfynol 465 (produced by Air Products Inc.), which is an acetylene glycol-based surface active agent, and 
triethylene glycol-mono-n-butyl ether, which is a glycol ether. The specific composition will be given below. 



Surface-treated carbon black pigment of Example 1-1 (1) 


8.0% (in terms of solid content) 


Surfynol 465 


1 .0% 


Triethylene glycol mono-n-butyl ether 


10.0% 


Glycerin 


15.0% 


1 ,5-Pentanediol 


2.5% 


Triethanolamine 


0.8% 


Ion-exchanged water 


Balance 



[0310] The preparation procedure was as follows. 

[0311] To the surface-treated carbon black pigment obtained in the foregoing Example 1-1 (1) were then added ion- 
exchanged water and triethanolamine so that the dispersibility providing group was subjected to ionic dissociation. 
45 Thereafter, to the surface-treated carbon black pigment solution prepared previously was added gradually a mixture 
of Surfynol 465, triethylene glycol mono-n-butyl ether, glycerin and 1 ,5-pentanediol which had been prepared in a 
separate vessel with stirring to obtain the ink of Example 1-1 according to the invention. 

[0312] The ink thus obtained exhibited a zeta-potential of 43 mV (absolute value), a viscosity of 4.7 mPa-s, and a 
surface tension of 32 mN/m. The amount of S0 4 2 " and polyvalent metal ion were 1 ,480 ppm and 780 ppm, respectively, 
so as determined mentioned above. 

(3) Printing test, ink storage stability test 

[0313] The ink of Example 1-1 was subjected to "printing test" and "ink storage stability test" as mentioned above. 
55 [0314] Th results of printing test (initial test results) show that all the printed images thus obtained had little or no 
irregular bleeding and thus are good image having a high print density. The drying time required until the ink when 
solid-printed penetrates into the paper to disappear was less than 2 seconds regardless of the kind of the paper used. 
Thus, the ink exhibited a good dryability. Throughout the printing test, the ink show d no dot drop, demonstrating that 
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printing is effected very securely. (-> Evaluation "A") 

[0315] The printer was then switched off. After one week, the printing test was made under the same conditions as 
mentioned above. As a result, printing began simultaneously with the input of print signal to the printer. There was 
confirmed no defectives such as clogging of the ink ejection nozzle. (-> Evaluation "A") 
5 [031 6] The results of ink storage stability test show that there were confirmed little or no occurrence of foreign matters 
and viscosity change under any conditions, demonstrating that the ink has a good storage stability. (-» Evaluation "A") 

<Example 1-2> 

10 (1 ) Preparation of surface-treated carbon black pigment 

[0317] The procedure of the foregoing Example 1 -1 (1 ) was followed except that the carbon black to be processed 
was changed to Printex 150T (produced by DEGUSSA CORP.) to obtain a surface-treated carbon black pigment. 
[031 8] The amount of the dispersibility providing group introduced into the surface-treated carbon black pigment was 
'5 41 x 1 0" 6 equivalent per g of pigment. 

(2) Preparation of ink for ink jet recording 

[0319] The preparation procedure of the foregoing Example 1 -1 (2) was followed except that "8.0% (in terms of solid 
20 content) of ihe surface-treated carbon black pigment of Example 1-1 (1)" in the "specific composition of ink" of the 
foregoing Example 1-1 was replaced by "6.0% (in terms of solid content) of the carbon black pigment obtained in 
Example 1 -2 (1 )" to obtain an ink of Example 1 -2. 

[0320] The ink thus obtained exhibited a zeta-potential of 39 mV (absolute value), a viscosity of 4.2 mPa-s, and a 
surface tension of 33 mN/m. The amount of S0 4 2- and polyvalent metal ion were 1 ,920 ppm and 870 ppm, respectively, 
25 as determined mentioned above. 

(3) Printing test, ink storage stability test 

[0321 ] The ink of Example 1 -2 was subjected to "printing test" and "ink storage stability test" as mentioned above. 

30 [0322] v. The initial test results were the same as that.of the foregoing Example 1 -1 . (-> Evaluation "A") * 

[0323] z The printer was switched off, After one week, the printing test was effected under the same conditions as 
mentioned above. When a print signal was inputted to the printerto start printing, some clogging occurred in the nozzle. 
Therefore, printing was suspended for cleaning. In Example 1 -2, printing was returned to normal state after two oper- 
ations of cleaning. Thus, this ink has no practical problem. (-> Evaluation "B") 

35 [0324] The results of ink storage stability show that there wereconfirmed little or no viscosity change. However, there 
were confirmed on the bottom of the bottle foreign matters (agglomerate of pigment particles) which can be trapped 
by a commercially available foreign matter trapping filter for ink cartridge. (-> Evaluation "B") 

Comparative Example 1-1> 

40 

(1) Preparation of surface-treated pigment: carbon black 

[0325] The procedure of the foregoing Example 1 -1 (1 ) was followed except that 1 5 parts of carbon black were used, 
300 parts of pyrrolidone were used as a solvent, the treatment was replaced by 3 parts of amidesulfuric acid, and the 
45 reaction in the evaporator was effected at a temperature of 120°C for 1 hour to obtain a surface-treated carbon black 
pigment. 

[0326] The amount of the dispersibility providing group introduced into the surface-treated carbon black pigment was 
8.5 x 1 0* 6 equivalent per g of pigment. 

50 (2) Preparation of ink for ink jet recording 

[0327] The procedure of the foregoing Example 1 -1 (2) was followed except that "8.0% (In terms of solid content) of 
the surface-treated carbon black pigment of Example 1-1(1)" was replaced by "6.0% (in terms of solid content) of the 
carbon black pigment obtained in Comparative Example 1-1 (1)" to obtain an ink Comparative Example 1-1. 
55 [0328] The ink thus obtained exhibited a zeta-potential of 28 mV (absolute value), a viscosity of 4.0 mPa-s, and a 
surface tension of 33 mN/m. The amount of S0 4 2 ' and polyvalent metal ion were 2,320 ppm and 610 ppm, respectively, 
as determined mentioned above. 
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(3) Printing test, ink storage stability test 

[0329] The ink of Comparative Example 1-1 was subjected to "printing test" and "ink storage stability test" as men- 
tioned above. 

5 [0330] The results of printing test (initial test results) show that all the printed images thus obtained had some bleeding 
and a lower print density than in Example 1-2. However, the drying time required until the ink when solid-printed pen- 
etrates into the paper to disappear was less than 2 seconds regardless of the kind of the paper used. Thus, the ink 
exhibited a good disability. Dot drop occurred during printing on a sheet of the recording paper. The resulting printed 
matter was rough. 

10 

(-» Evaluation "C") 

[0331] The printer was switched off. After one week, the printing test was effectedunder the same conditions as 
mentioned above. As a result, when a print signal was inputted to the printer, clogging occurred in many ink ejection 
is nozzles. Cleaning was then effected five times. However, the ink was not properly ejected from all the ink ejection 
nozzles. (-> Evaluation "C") 

[0332] The results of ink storage stability test show that foreign matters occurred and the viscosity of the ink increased 
under any conditions, making it impossible to obtain a good storage stability. (-> Evaluation "C") 

20 <Example1-3> 

(1) Preparation ol surface -treated pgment: CI. pigment 15 : 3 

[0333] 20 parts of a phthalocyanine pigment (CI. pigment 15:3) were mixed with 500 parts of quinoline. The mixture 
25 was then subjected to oispertwr by a Type M250 Eiger motor mill (produced by Eiger Japan K.K.) at a percent bead 
packing of 70% and a roUry &pood of 5,000 rpm for 2 hours. The mixture of a pigment paste and a solvent thus 
dispersed was transferred into an evaporator where it was then heated to a temperature of 120°C at a pressure of 30 
mmHg or less so that the water content in the system was distilled off as much as possible. The reaction system was 
then controlled to a temporal jrc of 160°C. Subsequently, to the reaction solution was added 20 parts of sulfonated 
30 ;: pyridine complex. The reaction mixture was then allowed to undergo reaction for 8 hours. After the termination of 
reaction, the reaction product was washed with excessive quinoline several times, poured into water, and then filtered 
to obtain a surface-treated partcuiate phthalocyanine blue pigment. 

[0334] The amount of the d^sperstbility providing group introduced into the surface-treated phthalocyanine pigment 
thus obtained was 58 x 10* equvalent per g of pigment. 

35 

(2) Preparation of ink for ink jet recording 

[0335] The surface-treated phthalocyanine blue pigment prepared in the foregoing Example 1-3 (1) was used. As 
penetrating agents there wore used Surfynol 465 (produced by Air Products Inc.), which is an acetylene glycol-based 
40 surface active agent, and methylene gfycol-mono-n-butyl ether, which is a glycol ether, as in the foregoing Example 
1 -1 , and 1 ,2-hexanediol, which is a 1 ,2-alkylene glycol. The specific composition will be given below. 



Surface-treated phthalocyanine blue pigment of Example 1-3 (1) 


6.0% (in terms of solid content) 


Surfynol 465 


0.8% 


Triethylene glycol mono-n-butyl ether 


7.5% 


Glycerin 


10.0% 


Triethylene glycol 


3.0% 


1 ,2-Hexanediol 


5.0% 


Triethanolamine 


3.0% 


Ion -exchanged water 


Balance 



[0336] The preparation procedure was as follows. 

[0337] To the surface-treated phthalocyanine blue pigment prepared in the foregoing Example 1-3 (1) were then 
55 added ion-exchanged water and triethanolamine so that the dispersibility providing group was subjected to ionic dis- 
sociation. Thereafter, to the surface-treated phthalocyanine blue pigment solution prepared previously was added grad- 
ually a mixture of Surfynol 465, triethylene glycol mono-n-butyl ether, glycerin, triethylene glycol, and 1 ,2-hexanediol 
which had b en prepared in a separate vessel with stirring to obtain the ink of Example 1 -3 according to the invention. 
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[0338] The ink thus obtained exhibited a zeta-potential of 56 mV (absolute value), a viscosity of 3.9 mPa-s, and a 
surface tension of 29 mN/m. The amount of S0 4 2 - and polyvalent metal ion were 31 0 ppm and 280 ppm, respectively, 
as determined mentioned above. 

s (3) Printing test, ink storage stability test 

[0339] The ink of Example 1-3 was subjected to "printing tesf and "ink storage stability test" as mentioned above. 
[0340] The initial test results were the same as that of the foregoing Example 1 -1 (Evaluation "A"). The test results 
after one week, too, were the same as that of the foregoing Example 1 -1 (Evaluation "A"). Further, the results of storage 
io stability test, too, were the same as that of the foregoing Example 1 -1 (Evaluation "A"). 

<Example 1-4> 

(1) Preparation of surface-treated pigment 

15 

[0341] In Example 1-4, the surface-treated phthalocyanine particulate pigment (C.l. pigment blue 15 : 3) prepared 
in the foregoing Example 1-3 (1) was used. Accordingly, the introduced amount of the disperslbiltty providing group 
was 58 x 1 0" 6 equivalent per g of pigment as calculated in terms of sulfonic acid group per g of pigment. 

20 (2) Preparation of ink for ink jet recording 

[0342] In Example 1 -4, the surface-treated phthalocyanine pigment prepared in the foregoing Example 1-3(1) was 
used. As penetrating agents there were used Surfynol 440 (produced by Air Products Inc.) , which is an acetylene 
glycol-bascd surface active agent, and triothyleno glycol-mono-n-butyl ether, which is a glycol ether, as in the foregoing 
2$ Example 1-1 , and 1 ,2-hexanediol, which is a 1 ,2-alkylene glycol. The specific composition will be given below. 



50 



,■ Surface-treated phthalocyanine blue pigment of Example 1-3 (1) 


6,0% (in terms of solid content) 


Surfynol 440 


0.8% 


Triethylene glycol mono-n -butyl ether 


7.5% 


* Glycerin - 


10.0% 


\ 1 ,2-Hexanediol 


5.0% 


Monoethanoiamine 


1.0% 


Trishydroxymethylaminomethane 


0.2% 


Hexachlorophene 


0.03% 


Ion-exchanged water 


Balance 



[0343] The preparation procedure was as follows. 

[0344] To the surface-treated phthalocyanine blue pigment prepared in the foregoing Example 1-3 (1) were then 
added ion-exchanged water and monoethanoiamine so that the dispersibility providing group was subjected to ionic 
dissociation. Thereafter, to the surface-treated phthalocyanine blue pigment solution prepared previously was added 
gradually a mixture of Surfynol 440, triethylene glycol mono-n-butyl ether, glycerin, 1 ,2-hexanediol, trishydroxymeth- 
ylaminomethane and hexachlorophene which had been prepared in a separate vessel with stirring to obtain the ink of 
Example 1 -4 according to the invention. 

[0345] The ink thus obtained exhibited a zeta-potential of 56 mV (absolute value), a viscosity of 3.8 mPa-s, and a 
surface tension of 30 mN/m. The amount of S0 4 2 " and polyvalent metal ion were 1 ,320 ppm and 880 ppm, respectively, 
as determined mentioned above. 

(3) Printing test, ink storage stability test 

[0346] The ink of Example 1 -4 was subjected to "printing tesf and "ink storage stability test" as mentioned above. 
[0347] The initial test results were the same as that of the foregoing Example 1 -1 (Evaluation "A"). The test results 
after one week were the same as that of the foregoing Example 1-2 (Evaluation "B"). Further, the results of storage 
stability test, too, were the same as that of the foregoing Example 1-2 (Evaluation "B"). 
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<Example 1-5> 

(1) Preparation of surface-treated pigment: C.I. pigment 15 : 3 

5 [0348] The processing procedure described in the clause "Preparation process of the foregoing Example 1 -3 (1 )" of 
the foregoing Example 1-4 (1) was followed except that the reaction time "8 hours" in the preparation process "prep- 
aration process of the foregoing Example 1 -3 (1 )" of the foregoing Example 1-4(1) was reduced to "6 hours" to obtain 
a surface-treated phthalocyanine blue particulate pigment of Example 1-5. 

[0349] The amount of the dispersibility providing group introduced into the surface-treated phthalocyanine blue pig- 
10 ment thus obtained was 46 x 1 0 -6 equivalent per g of pigment. 

(2) Preparation of ink for ink jet recording. 

[0350] The surface-treated phthalocyanine blue pigment prepared in the foregoing Example 1-5 (1) was used. As 
15 penetrating agents there were used Surfynol 61 (produced by Air Products Inc.), which is an acetylene glycol-based 
surface active agent , and diethylene glycol-mono-n-butyl ether, wh ich is a glycol ether, and a material having a structure 
represented by the general formula (1)-A wherein R is t-butyi group, ^ is 3.0, m 1 is 1 .0, and X is a hydrogen atom. 
The specific composition will be given below. 



20 


Surface-treated phthalocyanine blue pigment of Example 1-5 (1) 


8.0% (in terms of solid content) 




Surfynol 61 


0.8% 




Diethylene glycol mono-n-butyl ether 


5.0% 




Material of the general formula (1)-A 


2.0% 


25 


Glycerin 


15.0% 


Propanolamine 


0.8% 




Ion -exchanged water 


Balance 



[0351] The preparation procedure was as follows. 
30 [0352] To the surface-treated phthalocyanine pigment obtained in the foregoing Example 1 -5 (1) were then added 

ion-exchanged water and propanolamine so that the dispersibility providing group was subjected to ionic dissociation. 

Thereafter, to the surface-treated phthalocyanine blue pigment solution prepared previously was added gradually a 

mixture of Surfynol 61 , diethylene glycol mono-n-butyl ether, a material of the general formula (1)-A, and glycerin which 

had been prepared in a separate vessel with stirring to obtain the ink of Example 1 -5 according to the invention. 
35 [0353] The ink thus obtained exhibited a zeta-potential of 41 mV (absolute value) , a viscosity of 3.9 mPa-s, and a 

surface tension of 30 mN/m. The amount of S0 4 2 " and polyvalent metal ion were 1 ,760 ppm and 790 ppm, respectively, 

as determined mentioned above. 

(3) Printing test, ink storage stability test 

40 

[0354] The ink of Example 1-5 was subjected to "printing test" and "ink storage stability test" as mentioned above. 
[0355] The initial test results were the same as that of the foregoing Example 1-1 (Evaluation "A"). The test results 
after one week, too, were the same as that of theforegoing Example 1 -1 (Evaluation "A"). Further, the results of storage 
stability test, too, were the same as that of the foregoing Example 1-1 (Evaluation "A"). 

45 

Comparative Example 1 -2> 

(1) Preparation of surface-treated pigment: C.I. pigment 15:3 

so [0356] The procedure of the foregoing Example 1-3(1) was followed except that 1 5 parts of a phthalocyanine blue 
(C.I. pigment blue 15:3) were used, 300 parts of pyrrolidone were used as a solvent, the treatment was replacedby 
3 parts of amidesulfuric acid, and the reaction in the evaporator was effected at a temperature of 1 20° C for 1 hour to 
obtain a surface-treated phthalocyanine pigment. 

[0357] The amount of the disperstoility providing group introduced into the surface-treated phthalocyanine blue pig- 
55 ment was 6 x 1 0 -6 equivalent per g of pigment. 
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10 



15 



25 



30 



35 



(2) Preparation of ink for ink jet recording 

[0358] The preparation procedure of the foregoing Example 1 -4 (2) was followed except that the "surface-treated 
phthalocyanine blue pigment of Example 1 -3 (1 ) M in the "specific composition of ink" in the foregoing Example 1 -4 was 
replaced by the "surface-treated phthalocyanine blue pigment of Comparative Example 1-2 (1)" to obtain the ink of 
Comparative Example 1 -2. 

[0359J The ink thus obtained exhibited a zeta-potential of 24 mV (absolute value), a viscosity of 4.1 mPa-s, and a 
surface tension of 31 mN/m. The amount of S0 4 *- and polyvalent metal ion were 2,71 0 ppm and 550 ppm, respectively 
as determined mentioned above. 

(3) Printing test, ink storage stability test 

[0360] The ink of Example 1 -2 was subjected to "printing test" and "ink storage stability test" as mentioned above. 
[0361] The initial test results were the same as that of the foregoing Comparative Example 1 -1 (Evaluation "C"). The 
test results after one week, too, were the same as that of the foregoing Comparative Example 1-1 (Evaluation M C"). 
Further, the results of storage stability test, too, were the same as that of the foregoing Comparative Example 1-1 
(Evaluation "C"). 

<Example 1 -6> 

(1) Preparation of surface-treated pigment: C.I. pigment yellow 110 

[0362] 20 parts of an isoindolinone pigment (C.I. pigment yellow 110) were mixed with 500 parts of quinoline. The 
mixture was then subjected to dispersion by a Type M250 Eiger motor mill (produced by Eiger Japan K.K.) at a percent 
bead packing of 70% and a rotary speed of 5,000 rpm for 2 hours. The mixture of a pigment paste and a solvent thus 
dispersed was transferred into an evaporator where it was then heated to a temperature of 1 20°C at a pressure of 30 
mmHg or less so that the water content in the system was distilled off as much as possible. The reaction system was 
then controlled to a temperature of 160°C. Subsequently, to the reaction solution was added 20 parts of sulfonated 
pyridine complex. The reaction mixture was then allowed to undergo reaction for 4 hours. After the termination of 
. reaction, the reaction product was washed with excessive quinoline several times, poured into water, and then filtered 
to obtain a surface-treated particulate isoindolinone pigment. 

[0363] The amount of the dispersibility providing group introduced into the surface-treated phthalocyanine pigment 
thus obtained was 49 x 10- 6 equivalent per g of pigment. 

(2) Preparation of ink for ink jet recording 

[0364] In Example 1-6, as a penetrating agent there was used Surfynol 465 (produced by Air Products Inc.). The 
specific composition will be given below. 



40 


Surface-treated isoindolinone pigment of Example 1-6 (1) 


7.0% (in terms of solid content) 




Surfynol 465 


2.0% 




Glycerin 


12.0% 




Polyoxyethylene (PO=8) nonyl phenyl ether 


0.2% 


45 


1,5-Pentanediol 


5.0% 




Propanol 


3.0% 




Ammonia (28% aqueous solution) 


0.2% 




2-Pyrrolidone 


3.0% 


50 


Ion-exchanged water 


Balance 



[0365] The preparation procedure was as follows. 

[0366] To the surface-treated isoindolinone pigment prepared in the foregoing Example 1-6(1) were then added ion- 
exchanged water and ammonia so that the dispersibility providing group was subjected to ionic dissociation. Thereafter, 
to the surface-treated isoindolinone pigment solution prepared previously was added gradually a mixture of Surfynol 
465, glycerin, polyoxyethylene (PO=8) nonyl phenyl ether, 1,5-pentanediol, propanol, and 2-pyrrolidone which had 
been prepared in a separate v ssel with stirring to obtain the ink of Example 1 -6 according to the invention. 
[0367] The ink thus obtained exhibited a zeta-pot ntial of 53 mV (absolut value), a viscosity of 4.4 mPa-s, and a 
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surface tension of 29 mN/m. The amount of S0 4 2 ' and polyvalent metal ion were 1 ,1 70 ppm and 820 ppm , respectively, 
as determined mentioned above. 

(3) Printing test, ink storage stability test 

5 

[0368] The ink of Example 1 -6 was subjected to "printing test" and "ink storage stability test" as mentioned above. 
[0369] The initial test results were the same as that of the foregoing Example 1-1 except that the drying time was 
less than 4 seconds (Evaluation °A M ). The test results after one week were the same as that of the foregoing Example 
1-2 (Evaluation "B"). Further, the results of storage stability test, too, were the same as that of the foregoing Example 
10 1-2 (Evaluation^"). 

<Example 1-7> 

(1) Preparation of surface-treated pigment: CJ. pigment red 122 

is 

[0370] In Example 1 -7, a dimethyl quinacridone pigment (C.I . pigment red 122) was used. The preparation procedure 
of the foregoing Example 1-6 (1) was followed except that "20 parts of isoindolinone pigment (C.I. pigment yellow 110) 
"was replaced by "20 parts of dimethyl quinacridone pigment (CJ. pigment red 122)" to obtain a surface-treated par- 
ticulate pigment of Example 1-7. 
20 [0371] The amount of the dispersibility providing group introduced into the surface-treated dimethyl quinacridone 
pigment was 35 x 10" 6 equivalent per g of pigment. 

(2) Preparation of ink for ink jet recording 

25 [0372] The preparation procedure of the foregoing Example 1 -6 (2) was followed except that "7,0% (in terms of solid 
content) of surface-treated isoindoline pigment of Example 1 -6 (1 )" in the "specific composition of ink" in the foregoing 
Example 1-6 was replaced by "6.0% (in terms of solid content) of surface-treated dimethyl quinacridone pigment of 
Example 1 -7 (1 )" to obtain the ink of Comparative Example 1 -7. 

[0373] The ink thus obtained exhibited a zeta-potential of 38 mV (absolute value), a viscosity of 4.7 mPa-s, and a 
30 surface tension of 30 mN/m. The amount of S0 4 2 ' and polyvalent metal ion were 730 ppm and 850 ppm, respectively, 
as determined mentioned above. 

(3) Printing test, ink storage stability test 

35 [0374] The ink of Example 1 -7 was subjected to "printing test" and "ink storage stability test" as mentioned above. 
[0375] The initial test results were the same as that of the foregoing Example 1-1 except that the drying time was 
less than 4 seconds (Evaluation "A"). The test results after one week were the same as that of the foregoing Example 
1 -2 (Evaluation "B"). Further, the results of storage stability test, too, were the same as that of the foregoing Example 
1-2 (Evaluation "B"). 

40 

Comparative Example 1 -3> 

(1 ) Preparation of surface-treated pigment: carbon black 

45 [0376] As the surface-treated carbon black pigment of Comparative Example 1 -3 there was used the surface-treated 
carbon black pigment prepared in the foregoing Comparative Example 1-1 (1). Accordingly, the introduced amount of 
the dispersibility providing group was 8.5 x 10' 6 equivalent per g of pigment as calculated in terms of sulfonic acid 
group per g of pigment. 

so (2) Preparation of ink for ink jet recording 

[0377] The formulation of ink was free of penetrating agent (acetylene glycol-based surface-treated pigment and/or 
glycol ether) as an essential component of the invention. The specific composition will be given below. 
[0378] Surface-treated carbon black pigment 



of Example 1-1 (1) 


7.0% (in terms of solid content) 


Glycerin 


15.0% 
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(continued) 



1 ,5-Pentanediol 


3.0% 


Propanol 


3.0% 


Ammonia (28% aqueous solution) 


0.3% 


Trishydroxymethylaminomethane 


0.2% 


Hexachlorophene 


0.03% 


Maltitol 


5.0% 


Ion-exchanged water 


Balance 



[0379] The preparation procedure was as follows. 

[0380] To the surface-treated carbon black pigment prepared in the foregoing Example 1-1 (1 ) were then added ion- 
exchanged water and ammonia (28% aqueous solution) so that the dispersibility providing group was subjected to 
15 ionic dissociation. Thereafter, to the surface-treated carbon black pigment solution prepared previously was added 
gradually a mixture of glycerin, 1 ,5-pentanedioL propanol, ammonia (28% aqueous solution), trishydroxymethylami- 
nomethane, hexachlorophene, and maltitol which had been prepared in a separate vessel with stirring to obtain the 
ink of Comparative Example 1-3 according to the invention. 

[0381] The ink thus obtained exhibited a zeta-potential of 42 mV (absolute value), a viscosity of 4.2 mPa-s, and a 
2Q surface tension of 63 mN/m. The amount of SO. 2 * and polyvalent metal ion were 2,110 ppm and 420 ppm, respectively, 
as determined mentioned above. 

(3) Printing test, ink storage stability test 

25 [0382] The ink of Comparative Example 1 -3 was subjected to "printing test" and "ink storage stability test" as men- 
tioned above. 

The results of printing test show that the ink of Comparative Example 1-3 (pigment content: 7%) exhibits about the 
same printed image as the ink of the foregoing Example 1-1 (pigment content: 8%) but exhibits much irregular print 
bleeding and thus cannot give a sharp image except on ordinary neutral paper as compared with the ink of the foregoing 
Example 1 -1 . The drying time required until the ink penetrates into the paper to disappear was 60 seconds or more on 
any paper. Further, rubbing marks were left on the paper feed roller. Thus, unsatisfactory results were obtained. 
Throughout the printing test, the ink showed dot drop during printing on a sheet of the recording paper. The resulting 
printed matter was rough (Evaluation M D"). 

[0383] The printer was switched off. After one week, the printing test was effected under the same conditions as 
35 mentioned above. As a result, when a print signal was inputted to the printer, clogging occurred in many ink ejection 
nozzles. Cleaning was then effected five times. However, the ink was not properly ejected from all the ink ejection 
nozzles. (-» Evaluation "D") 

[0384] The results of ink storage stability test show that foreign matters occurred and the viscosity of the ink increased 
under any conditions, making it impossible to obtain a good storage stability, as in the foregoing Comparative Example 
40 1-1. (-> Evaluation "C") 

<Examples 1 -8 to 1 -1 1 > 

[0385] Examples 1 -8 to 1 -1 1 are examples of the first ink of the invention comprising a particulate polymer incorpo- 
45 rated therein. The particulate polymer is preferably incorporated in the form of water-soluble emulsion. The amount of 
the particulate polymer to be incorporated is preferably from 1 % by weight to 1 0% by weight. When the amount of the 
particulate polymer to be incorporated falls below 1% by weight, a sufficient effect of improving abrasion resistance 
and gloss cannot be occasionally obtained. On the contrary, when the amount of the particulate polymer to be incor- 
porated exceeds 10% by weight, the concentration of solid content in the ink rises, deteriorating the ejection stability. 
so [0386] A process for the preparation of the emulsion used in Examples 1-8 to 1 -11 will be described below. 

(Preparation of emulsion) 

* Emulsion A 

55 

[0387] Into a reaction vessel equipped with a dropping device, a thermometer, a water-cooled reflux condenser and 
a stirrer were charged 100 parts of ion-exchanged water. To the ion-exchanged water wer then added 0.2 parts of 
potassium peroxide as a polymerization initiator with stirring at a temperatur of 70°C in a nitrogen atmosphere. To 
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the ion-exchanged water in the reaction vessel was then added dropwise a monomer solution obtained by dissolving 
0.05 parts of sodium laurylsulfate, 4 parts of glycidoxy acryiate, 5 parts of styrene, 6 parts of tetrahydrofurf uryl acryiate, 
5 parts of butyl methacrylate and 0.02 parts of t-dodecyl mercaptan in 7 parts of ion-exchanged water at a temperature 
of 70°C to cause reaction by which a primary material was prepared. Subsequently, to the primary material in the 

5 reaction vessel was added 2 parts of a 1 0% solution of ammonium persulfate. The reaction mixture was then stirred. 
Finally, into the reaction vessel was put a reaction solution comprising 30 parts of ion-exchanged water, 0.2 parts of 
potassium laurylsulfate, 30 parts of styrene, 25 parts of butyl methacrylate, 6 parts of butyl acryiate, 2 parts of acrylic 
acid, 1 part of 1 ,6-hexanediol dimethacrylate and 0.5 parts of t-dodecyl mercaptan with stirring at a temperature of 
70°C to cause polymerization reaction. The reaction solution was neutralized to a pH value of from 8 to 8.5 with sodium 

10 hydroxide, and then filtered through a filter having a pore diameter of 0.3 ujti to prepare an aqueous solution of par- 
ticulate polymer as "Emulsion A". 

* Emulsion B 

is [0388] Into a reaction vessel equipped with a dropping device, a thermometer, a water-cooled reflux condenser and 
a stirrer were charged 100 parts of ion-exchanged water. To the ion-exchanged water were then added 0.2 parts of 
potassium peroxide as a polymerization initiator with stirring at a temperature of 70°C in a nitrogen atmosphere. To 
the ion-exchanged water in the reaction vessel was then added dropwise a monomer solution obtained by dissolving 
0.05 parts of sodium laurylsulfate, 10 parts of styrene, 5 parts of glycidoxy methacrylate, 5 parts of butyl methacrylate 

20 and 0.02 parts of t-dodecyl mercaptan in 7 parts of ion-exchanged water at a temperature of 70°C to cause reaction 
by which a primary material was prepared. Subsequently, to the primary material in the reaction vessel was added 2 
parts of a 1 0% solution of ammonium persulfate. The reaction mixture was then stirred. Finally, into the reaction vessel 
was put a reaction solution comprising 30 parts of ion-exchanged water, 0.2 parts of potassium laurylsulfate, 35 parts 
of styrene, 25 parts of butyl methacrylate, 10 parts of acrylic acid, 1 part of acrylamide, and 0.5 parts of t-dodecyl 

25 mercaptan with stirring at a temperature of 70°C to cause polymerization reaction. The reaction solution was neutralized 
to a pH value of from 8 to 8.5 with triethanolamine, and then filtered through a filter having a pore diameter of 0.3 u.m 
to prepare an aqueous solution of particulate polymer as "Emulsion B". 

* Emulsion C 

30 .- 

[0389] Into a reaction vessel equipped with a dropping device, a thermometer, a water-cooled reflux condenser and 
a stirrer were charged 100 parts of ion-exchanged water. To the ion-exchanged water were then added 0.2 parts of 
potassium peroxide as a polymerization initiator with stirring at a temperature of 70°C in a nitrogen atmosphere. To 
the ion-exchanged water in the reaction vessel was then added dropwise a monomer solution obtained by dissolving 

35 0.05 parts of sodium laurylsulf ate : 1 5 parts of styrene, 2 parts of glycidoxy methacrylate, 1 6 parts of benzyl methacrylate, 
1 5 parts of butyl methacrylate, and 0.02 parts of t-dodecyl mercaptan in 7 parts of ion-exchanged water at a temperature 
of 70°C to cause reaction by which a primary material was prepared. Subsequently, to the primary material in the 
reaction vessel was added 2 parts of a 10% solution of ammonium persulfate. The reaction mixture was then stirred. 
Finally, into the reaction vessel was put a reaction solution comprising 30 parts of ion-exchanged water, 0.2 parts of 

40 potassium laurylsulfate, 30 parts of styrene, 1 5 parts of butyl methacrylate, 1 0 parts of acrylic acid, 1 part of triethanol 
propane trimethacrylate, 1 part of 1 ,6-hexanediol dimethacrylate, and 0.5 parts of t-dodecyl mercaptan with stirring at 
a temperature of 70°C to cause polymerization reaction. The reaction solution was neutralized to apH value of from 8 
to 8.5 with potassium hydroxide, and then filtered through a filter having a pore diameter of 0.3 urn to prepare an 
aqueous solution of particulate polymer as "Emulsion C". 

45 

<Example 1-8> 

(1) Preparation of surface-treated pigment: carbon black 

so [0390] In Example 1-8, the surface-treated carbon black pigment prepared in the foregoing Example 1-1 (1) was 
used. Accordingly, the introduced amount of the dispersibility providing group was 50 x 10- 6 equivalent per g of surface- 
treated carbon black pigment as calculated in terms of sulfonic acid group per g of pigment. 

(2) Preparation of ink for ink jet recording 

55 

[0391] The carbon black pigment obtained in the foregoing Example 1-1 (1) was used. As penetrating agents there 
were used Surfynol 420 (produced by Air Products Co., Ltd.), which is an acetylene glycol-based surface-treated pig- 
ment, triethylene glycol mono-n-butyl ether, which is a glycol ether, and a material having a structure representedby 
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20 



the general formula (1) wherein R is t-hexyl group, n, is 1 .0, is 4.0, and X is S0 3 M in which M is sodium. As a 
particulate polymer there was used "Emulsion A". 
[0392] The specific composition will be given below. 



5 


Surface-treated carbon black pigment of Example 1-1 (1) 


8.0% (in terms of solid content) 




Surfynoi 420 


0.5% 




Triethylene glycol mono-n-butyl ether 


5.0% 




Glycerin 


15.0% 


10 


Material of the general formula (1)-B 


2.5% 


Triethanolamine 


0.8% 




Emulsion A 


10.0% (in terms of solid content) 




Ion-exchanged water 


Balance 



[0393] 
[0394] 



The preparation procedure was as follows. 

To the surface-treated carbon black pigment obtained in the foregoing Example 1-1 (1) were then added ion- 
exchanged water and triethanolamine so that the dispersibility providing group was subjected to ionic dissociation. 
Thereafter, to the surface-treated carbon black pigment solution prepared previously was added gradually a mixture 
of Surfynoi 420, triethylene glycol mono-n-butyl ether, glycerin, a material of the general formula (1)-B and Emulsion 
A which had been prepared in a separate vessel with stirring to obtain the ink of Example 1 -8 according to the invention. 
[0395] The ink thus obtained exhibited a zeta-potential of 43 mV (absolute value), a viscosity of 4.9 mPa-s, and a 
surface tension of 32 mN/m. The amount of S0 4 2 - and polyvalent metal ion were 1 ,480 ppm and 780 ppm, respectively, 
as determined mentioned above. 



25 (3) Printing test, ink storage stability test 



[0396] The ink of Example 1-8 was subjected to "printing test' and "ink storage stability test" as mentioned above. 
[0397] The initial test results were the same as that of the foregoing Example 1 -1 (Evaluation "A"). The test results 
after one week, too, were the same as that of the foregoing Example 1 -1 (Evaluation "A") . Further, the results of storage 
30 stability test, too, were.the same as that of the foregoing Example.1 -1 (Evaluation "-A"). 

(4) Printing test on glossy medium 

[0398] The ink of Example 1-8 was subjected to printing test particularly on glossy recording media. The glossy 
35 media used were three kinds, i.e., glossy media X, Y and Z. The glossy medium X is a Pictorico type medium having 
a polyester sheet with a silica sol coated thereon. The glossy medium Y is an ink swelling type medium having a 
polyester sheet with a resin coated thereon. The glossy medium Z comprises a paper comprising a colloidal silica 
having an average particle diameter of 500 nm coated thereon with a latex as a binder. 

[0399] The ink of Example 1 -8 exhibited a high scratching resistance and a high water resistance when printed on 
40 any of these glossy media. The gloss of the printed image was good with any of these glossy media (-» Evaluation "A") 



<Example 1-9> 



(1) Preparation of surface-treated pigment: carbon black 

45 

[0400] In Example 1-9, the surface-treated carbon black pigment prepared In the foregoing Example 1-1 (1) was 
used. Accordingly, the introduced amount of the dispersibility providing group was 50 x 1 0* 6 equivalent per g of surface- 
treated carbon black pigment as calculated in terms of sulfonic acid group per g of pigment. 



50 (2) Preparation of ink for ink jet recording 



[0401 ] The preparation procedure of the foregoing Example 1 -8 (2) was followed except that the "amount of Emulsion 
A incorporated in the specific composition of the ink" in the foregoing Example 1 -8 was 15% (as calculated in terms of 
solid content)" to obtain an ink of Example 1-9. 
55 [0402] The ink thus obtained exhibited a zeta-potential of 43 mV (absolute value), a viscosity of 5.9 mPa-s, and a 
surface tension of 32 mN/m. The amount of S0 4 2 * and polyvalent metal ion were 1 ,480 ppm and 780 ppm, respectively, 
as determined mentioned above. 
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(3) Printing test, ink storage stability test 

[0403] The ink of Example 1 -9 was subjected to "printing test" and "ink storage stability test" as mentioned above. 
[0404] The initial test results were the same as that of the foregoing Example 1 -1 (Evaluation "A"). The test results 
5 after one week were the same as that of the foregoing Example 1-2 (Evaluation "B"). Further, the results of storage 
stability test, too, were the same as that of the foregoing Example 1 -2 (Evaluation n B n ). 

(4) Printing test on glossy medium 

10 [0405] The ink of Example 1 -9, too, was subjected to printing test on glossy recording media X, Y and Z as in Example 
1-8. The ink of Example 1-9 exhibited a high scratching resistance and a high water resistance when printed on any 
of these glossy media. The gloss of the printed image was good with any of these glossy media (-» Evaluation "A") 

<Exampie 1-1 0> 

15 

(1) Preparation of surface-treated pigment: C.I. pigment 15:3 

[0406] In Example 1 -1 0, the surface-treated phthalocyanine pigment prepared in the foregoing Example 1-3(1) was 
used. Accordingly, the introduced amount of the dispersibility providing group was 58 x 1 0~ 6 equivalent per g of surface- 
20 treated phthalocyanine pigment as calculated in terms of sulfonic acid group per g of pigment. 

(2) Preparation of ink for ink jet recording 

[0407] The phthalocyanine pigment obtained in the foregoing Example 1-1(1) was used. As penetrating agents there 
25 were used Surfynol 465 (produced by Air Products Co., Ltd.), which is an acetylene glycol-based surface-treated pig- 
ment, and triethylene glycol mono-n-butyl ether, which is a glycol ether. As a particulate polymer there was used "Emul- 
sion B". 

[0408] The specific composition will be given below. 



Surface-treated phthalocyanine pigment of Example 1-3 (1) 


6.0% (in terms of solid content) 


Surfynol 465 


0.8% 


Triethylene glycol mono-n-butyl ether 


7.5% 


Glycerin 


15.0% 


1 ,2-Hexanediol 


5.0% 


Triethanolamine 


3.0% 


Emulsion B 


1 .0% (in terms of solid content) 


Ion-exchanged water 


Balance 



40 [0409] The preparation procedure was as follows. 

[0410] To the surface-treated phthalocyanine pigment obtained in the foregoing Example 1-3 (1) were then added 
ion-exchanged water and triethanolamine so that the dispersibility providing group was subjected to ionic dissociation. 
Thereafter, to the surface-treated phthalocyanine pigment solution prepared previously was added gradually a mixture 
of Surfynol 465, triethylene glycol mono-n-butyl ether, glycerin, 1 , 2-hexanediol, and Emulsion B which had been pre- 

45 pared in a separate vessel with stirring to obtain the ink of Example 1-10 according to the invention. 

[0411] The ink thus obtained exhibited a zeta-potential of 56 mV (absolute value), a viscosity of 4.1 mPa-s, and a 
surface tension of 32 mN/m. The amount of S0 4 2 " and polyvalent metal ion were 330 ppm and 450 ppm, respectively, 
as determined mentioned above. 

so (3) Printing test, ink storage stability test 

[0412] The ink of Example 1 -1 0 was subjected to "printing test" and "ink storage stability test" as mentioned above. 
[0413] The initial test results were the same as that of the foregoing Example 1-1 (Evaluation "A"). The test results 
after one week, too, were the same as that of theforegoing Example 1 -1 (Evaluation "A"). Further, the results of storage 
55 stability test, too, were the same as that of the foregoing Example 1 -1 (Evaluation "A"). 
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(4) Printing test on glossy medium 

[0414] The ink of Example 1-10, too, was subjected to printing test on glossy recording media X, Y and Z as in 
Example 1 -8. The ink of Example 1 -1 0 exhibited a high scratching resistance and a high water resistance when printed 
5 on any of these glossy media. The gloss of the printed image was good with any of these glossy media (-> Evaluation 
n A u ) 

<Example 1-11> 

10 (1) Preparation of surface-treated pigment: C.I. pigment 15:3 

[041 5] In Example 1-11, the surface-treated phthaiocyanine pigment prepared in the foregoing Example 1 -3 (1 ) was 
used. Accordingly, the introduced amount of the dispersibility providing group was 58 x 1 Q- 6 equivalent per g of surface- 
treated phthaiocyanine pigment as calculated in terms of sulfonic acid group per g of pigment. 

15 ■ 

(2) Preparation of ink for ink jet recording 

[0416] The phthaiocyanine pigment obtained in the foregoing Example 1-3(1) was used. As penetrating agents there 
were used Surfynol 465 (produced by Air Products Co., Ltd.), which is an acetylene glycol-based surface-treated pig- 
20 ment, and triethylene glycol mono-n-butyl ether, which is a glycol ether. As a particulate polymer there was used "Emul- 
sion C". 

[0417] The specific composition will be given below. 



Surface-treated phthaiocyanine pigment of Example 1-3 (1) 


6.0% (in terms of solid content) 


Surfynol 465 


0.8% 


Triethylene glycol mono-n-butyl ether 


7.5% 


Glycerin 


15,0% 


1 ,2-Hexanediol 


5.0% 


Triethanolamine 


3.0% 


Emulsion C 


0.5% (in terms of solid content) 


Ion-exchanged water 


Balance 



[0418] The preparation procedure was as follows. 

35 [0419] To the surface-treated phthaiocyanine pigment obtained in the foregoing Example 1-3 (1) were then added- 
ion-exchanged water and triethanolamine so that the dispersibility providing group was subjected to ionic dissociation. 
Thereafter, to the surface-treated phthaiocyanine pigment solution prepared previously was added gradually a mixture 
of Surfynol 465, triethylene glycol mono-n-butyl ether, glycerin, 1 , 2-hexanediol, and Emulsion C which had been pre- 
pared in a separate vessel with stirring to obtain the ink of Example 1-11 according to the invention. 

40 [0420] The ink thus obtained exhibited a zeta-potential of 56 mV (absolute value), a viscosity of 4.0 mPa-s, and a 
surface tension of 32 mN/m. The amount of S0 4 2 " and polyvalent metal ion were 320 ppm and 350 ppm, respectively, 
as determined mentioned above. 

(3) Printing test, ink storage stability test 

45 

[0421] The ink of Example 1-11 was subjected to "printing test* and "ink storage stability test" as mentioned above. 
[0422] The initial test results were the same as that of the foregoing Example 1 -1 (Evaluation "A") . The test results 
after one week, too, were the same as that of the foregoing Example 1 -1 (Evaluation "A"). Further, the results of storage 
stability test, too, were the same as that of the foregoing Example 1 -1 (Evaluation a A"). 

50 

(4) Printing test on glossy medium 

[0423] The ink of Example 1-11, too, was subjected to printing test on glossy recording media X, Y and Z as in 
Example 1-8. The ink of Example 1-11 exhibited a high water resistance when printed on any of these glossy media. 
55 (_> Evaluation H A") The ink of Example 1-11 exhibited a high scratching resistance with respect to the glossy media Y 
and Z. However, on the glossy medium X, the ink of Example 1-11 was found to show stain on the printed image when 
vigorously rubbed (-> Evaluation "B"). Referring to gloss, some drop of gloss was found on some area of high duty 
portion of the various glossy media (-» Evaluation *B B ). From th se results, it can be thought that th amount of th 
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emulsion incorporated in the ink of Example 1-11 is not sufficient. 

[0424] Table 1 shows collectively the results of the tests, including "printing test" and "ink storage stability test", 
the inks of Examples 1-1 to 1-11 and Comparative Examples 1-1 to 1-3. 
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[Examples and comparative examples of second ink of the invention] 

[0425] Examples 2 (Examples 2-1 to 2-5) below are examples of the second ink of the invention, and Comparative 
Examples 2 (Comparative Examples 2-1 to 2-2) below are examples for comparison with the second ink of the invention . 
5 [0426] The "amount of dispersibility providing group introduced into surface-treated pigment" and "ink physical prop- 
erties (zeta-potential, viscosity, surface tension)" defined in the following Examples 2 (Examples 2-1 to 2-5) and Com- 
parative Examples 2 (Comparative Examples 2-1 to 2-2) were determined according to the process described in the 
foregoing Example 1 . 

[0427] The "printing test" and "storage stability test" made on the inks obtained in Examples (Examples 2-1 to 2-5) 
w and Comparative Examples 2 (Comparative Examples 2-1 to 2-2), too, were according to the process described in the 
foregoing Example 1 . 

<Example2-1> 

is (1) Preparation of surface-treated pigment: carbon black 

[0428] 15 parts of caroon black ("MA-7", produced by Mitsubishi Chemical Corporation) were mixed with 25 parts of 
sulfur trioxide in 200 pans of sullolano. The mixture was then subjected to dispersion by a Type M250 Eiger motor mill 
(produced by Eiger Japan K K ) hi d percent bead packing of 70% and a rotary speed of 5,000 rpm for 1 hour. The 

20 mixture of a pigment p^ic nnd h solvent thus dispersed was transferred into an evaporator where it was then heated 
to a temperature of 12C*C at n pressure of 30 mmHg or less so that the water content in the system was distilled off 
as much as possible The reaction system was then controlled to a temperature of 150°C. Subsequently, to the reaction 
solution was added 25 pars of s jiilt tnoxide. The reaction mixture was then allowed to undergo reaction for 6 hours. 
After the termination of reaction the reaction product was washed with excessive sulfolane several times, poured into 

25 water, and then fittorod to obtain a tort ace-treated particulate carbon black pigment. 

[0429] The amount of IN* dispernbiiity providing group introduced into the surface-treated carbon black pigment 
thus obtained was 50 m 10* equivalent per g of pigment. 

(2) Preparation of ink for rk jet recording 

30 - 

[0430] The carbon btack pigment obtained in the foregoing Example 2-1 (1 ) was used as a colorant. As penetrating 
agents there were used dicthyicne glycol mono-n-butyl ether and 1 ,2-pentanediol. The specific composition will be 
given below. 



Surface-treated carbon black pigment 


8 parts (in 




terms of solid 




content) 


Dicthylene glycol mono-n-butyl ether 


6 parts 


Gfyconn 


1 0 parts 


1 .5 Pcntanediol 


5 parts 


Aqueous ammonia solution (28%) 


0.2 part 


Ion-exchanged water 


Balance 



45 [0431] To the surface-treated carbon black pigment thus obtained were then added ion-exchanged water and am- 
monia (28% aqueous solution) so that the dispersibility providing group was subjected to ionic dissociation. Thereafter, 
to the surface-treated carbon black pigment solution was added gradually a mixture of diethylene glycol, glycerin and 
1 ,2-pentanediol which had been prepared in a separate vessel with stirring to obtain the ink to be used in Example 2-1 
according to the invention. 

so [0432] The ink thus obtained exhibited a zeta-potential of 45 mV (absolute value), a viscosity of 4.6 mPa-s, and a 
surface tension of 32 mN/m. 

(3) Printing test, ink storage stability test 

55 [0433] The ink of Example 2-1 was subjected to "printing test" and "ink storage stability test" as mentioned above, 
[0434] The results of printing test show that all the printed images thus obtained had little or no irregular bleeding 
and thus are good image having a high print density. The drying time required until the ink when solid-printed penetrates 
into the paper to disappear was less than 2 seconds regardless of the kind of the paper used. Thus, the ink exhibited 
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a good dryability. (-> Evaluation °A") 

The results of the ink storage stability test show that there occurred little or no production of foreign matters and change 
of physical properties (viscosity, surface tension) between before and after storage under any conditions, demonstrating 
that the ink has a good storage stability. Evaluation "A") 

5 

Comparative Example 2-1 > 

(1) Preparation of surface-treated carbon black 

io [0435] The procedure of the foregoing Example 2-1 was followed except that 15 parts of carbon black were used, 
300 parts of pyrrolidone were used as a solvent, the treatment containing sulfur was replaced by 3 parts of amidesuff uric 
acid, and the reaction in the evaporator was effected at a temperature of 120°C for 1 hour to obtain a surface-treated 
carbon black pigment. 

[0436] The amount of the dispersibility providing group introduced into the surface-treated carbon black pigment 
'5 thus obtained was 8.5 x 1 0" 6 equivalent per g of pigment. 

(2) Preparation of ink for ink jet recording 

[0437] The procedure of the foregoing Example 2-1 was followed except that the surface-treated carbon black pig- 
zo mem of Example 2-1 was replaced by the surface-treated carbon black pigment of Comparative Example 2-1 . The ink 
thus obtained exhibited a zeta-potential of 28 mV (absolute value) , a viscosity of 4.1 mPa-s, and a surface tension of 
32 mN/m. 

(3) Printing test, ink storage stability tost 

25 

[0438] The ink of Comparative Example 2-1 was subjected to "printing test" and "ink storage stability test" as men- 
tioned above. 

[0439] The results of printing test show that all the printed images thus obtained had some bleeding and a lower 
print density than in Example 1-2 (-» Evaluation "C"). The drying time required until the ink when solid-printed penetrates 
30 _ into the paper to disappear was less than 2 seconds regardless of the kind of the paper used. Thus; the ink had no - 
problem with dryability. The results of ink storage stability test show that foreign matters occurred and the physical 
properties (viscosity, surface tension) changed after storage under any conditions, making it impossible to obtain a 
good storage stability (-> Evaluation "C"). 

35 <Example 2-2> 

(1) Preparation of surface-treated phthalocyanine pigment 

[0440] 20 parts of a phthalocyanine pigment (C.I. pigment 15:3) were mixed with 500 parts of quinoline. The mixture 
40 was then subjected to dispersion by a Type M250 Eiger motor mill (produced by Eiger Japan K.K.) at a percent bead 
packing of 70% and a rotary speed of 5,000 rpm for 2 hours. The mixture of a pigment paste and a solvent thus 
dispersed was transferred into an evaporator where it was then heated to a temperature of 1 20*C at a pressure of 30 
mmHg or less so that the water content in the system was distilled off as much as possible. The reaction system was 
then controlled to a temperature of 160°C. Subsequently, to the reaction solution was added 20 parts of sulfonated 
45 pyridine complex. The reaction mixture was then allowed to undergo reaction for 8 hours. After the termination of 
reaction, the reaction product was washed with excessive quinoline several times, poured into water, and then filtered 
to obtain a surface-treated particulate phthalocyanine blue pigment. 

[0441] The amount of the dispersibility providing group introduced into the surface-treated phthalocyanine pigment 
thus obtained was 58 x 10" 6 equivalent per g of pigment. 

so 

(2) Preparation of ink for ink jet recording 

[0442] In Example 2-2, the phthalocyanine pigment thus surface-treated was used as a colorant. As penetrating 
agents there were used Surfynol 485 and Surfynol TG (produced by Air Products Inc.), which are acetylene glycol- 
55 based surface active agents, propylene glycol-mono-n-butyl ether, which is a glycol ether, and 1 ,2-hexanediol, which 
is a 1 ,2-alkylene glycol. The specific composition will be given below. 
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Surface-treated phthalocyanine pigment 

Surfynol485 

Surfynol TG 

Propylene glycol mono-n-butyl ether 

Glycerin 

1 ,2-Hexanediol 

2-Pyrrolidone 

Triethanol amine 

EDTA (ethylenediaminetetraacetlc acid) 
Ion-exchanged water 



8 parts (in terms of solid content) 



10 



5 



0.8 part 
0.7 part 
5.0 parts 
12 parts 
5.0 parts 
5.0 parts 
3.0 parts 
0.03 part 
Balance 



[0443] To the surface-treated phthalocyanine pigment thus obtained were then added ion-exchanged water (80% of 
15 the desired added amount) and triethanol amine so that the dispersibility providing group was subjected to ionic disso- 
ciation. Thereafter, to the surface-treated phthalocyanine pigment solution prepared previously was added gradually 
a mixture of Surfynol 485, Surfynol TG, propylene glycol mono-n-butyl ether, glycerin, 1,2-hexanediol, 2-pyrrolidone, 
and ion-exchanged water (20% of the desired added amount) which had been prepared in a separate vessel with 
stirring to obtain the ink of Example 2-2 according to the invention. 
20 [0444] The ink thus obtained exhibited a zeta-potential of 56 mV (absolute value), a viscosity of 4.3 mPa-s, and a 
surface tension of 29 mN/m. 

(3) Printing test, ink storage stability test 

25 [0445] The ink of Example 2-2 was subjected to "printing test" and "ink storage stability test" as mentioned above. 
[0446] The results of printing test were the same as that of the foregoing Example 2-1 except that the drying time 
was less than 1 second (Evaluation "A"). The results of storage stability, too, were the same as that of the foregoing 
Example 2-1 (Evaluation "A"). 

30 Comparative Example 2-2> 

(1) Preparation of surface-treated phthalocyanine pigment 

[0447] The procedure of the foregoing Example 2-2 (preparation of surface-treated phthalocyanine pigment) was 
35 followed except that 1 5 parts of phthalocyanine were used, 300 parts of pyrrolidone were used as a solvent, the treat- 
ment containing sulfur was replaced by 3 parts of amidesulfuric acid, and the reaction in the evaporator was effected 
at a temperature of 120°C for 1 hour. 

[0448] The amount of the dispersibility providing group introduced into the surface-treated phthalocyanine pigment 
thus obtained was 6 x 10 -6 equivalent per g of pigment. 

40 

(2) Preparation of ink for ink jet recording 

[0449] The procedure of the foregoing Example 2-2 was followed except that the surface-treated phthalocyanine 
pigment of Example 2-2 was replaced by the surface-treated phthalocyanine pigment of Comparative Example 2-2 (1). 
45 The ink thus obtained exhibiteda zeta-potential of 22 mV (absolute value) , a viscosity of 4.5 mPa-s, and a surface 
tension of 30 mN/m. 

(3) Printing test, ink storage stability test 

50 [0450] The ink of Comparative Example 2-2 was subjected to "printing test" and "ink storage stability test" as men- 
tioned above. 

[0451] The results of printing test show that all the printed images thus obtained had some bleeding and a lower 
print density than in Example 2-2 Evaluation "C"). The drying time required until the ink when solid-printed penetrates 
into the paper to disappear was less than 1 second regardless of the kind of the paper used. Thus, the ink had no 
55 problem with dryability. The results of ink storage stability test were the same as that of the foregoing Comparative 
Example 2-1 (-> Evaluation "C"). 
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<Example 2-3> 

(1) Preparation of surface-treated quinophthalone yellow pigment 

5 [0452] 20 parts of a quinophthalone pigment (C.I. pigment yellow 138) were mixed with 500 parts of quinoline. The 
mixture was then subjected to dispersion by a Type M250 Eiger motor mill (produced by Eiger Japan K.K.) at a percent 
bead packing of 70% and a rotary speed of 5,000 rpm for 2 hours. The mixture of a pigment paste and a solvent thus 
dispersed was transferred into an evaporator where it was then heated to a temperature of 1 20°C at a pressure of 30 
mmHg or less so that the water content in the system was distilled off as much as possible. The reaction system was 

10 then controlled to a temperature of 160°C. Subsequently, to the reaction solution was added 20 parts of sulfonated 
pyridine complex. The reaction mixture was then allowed to undergo reaction for 8 hours. After the termination of 
reaction, the reaction product was washed with excessive quinoline several times, poured into water, and then filtered 
to obtain a surface-treated particulate quinophthalone yellow pigment. 

[0453] The amount of the dispersibiiity providing group introduced into the surface-treated quinophthalone yellow 
is pigment thus obtained was 48 x 1 0" 6 equivalent per g of pigment. 

(2) Preparation of ink for ink jet recording 

[0454] In Example 2-3, the quinophthalone yellow pigment thus surface-treated was used as a colorant. As pene- 
20 trating agents there were used the same compounds as used in Example 2-2. The ink composition and the preparation 
process were quite the same as used in Example 2-2. The ink thus obtained exhibited a zeta-potential of 54 mV 
(absolute value), a viscosity of 4.6 mPa-s, and a surface tension of 31 mN/m. 

(3) Printing test, ink storage stability test 

25 

[0455] The ink of Example 2-3 was subjected to "printing test" and "ink storage stability test" as mentioned above. 
[0456] The results of printing test were the same as that of the foregoing Example 2-2 (Evaluation U A U ). The results 
of storage stability, too, were the same as that of the foregoing Example 2-2 (Evaluation "A"). 

30 <Example 2-4> 

(1) Preparation of surface-treated quinacridone red pigment 

[0457] The preparation procedure of Example 2-3, including dispersion solvent, treatment containing sulfur and re- 
35 action conditions, was followed except that the quinophthalone yellow pigment of the foregoing Example 2-3 was 
replaced by a quinacridone pigment (C.I. pigment violet 19). 

[0458] The amount of the dispersibiiity providing group introduced into the surface-treated quinacridone pigment 
thus obtained was 35 x 1 0 6 equivalent per g of pigment. 

40 (2) Preparation of ink for ink jet recording 

[0459] In Example 2-4, the quinacridone red pigment thus surface-treated was used as a colorant. As penetrating 
agents there were used the same compounds as used in Example 2-2. The ink composition and the preparation process 
were quite the same as used in Example 2-2. The ink thus obtained exhibited a zeta-potential of 38 mV (absolute 
« value), a viscosity of 4.3 mPa-s, and a surface tension of 30 mN/m. 

(3) Printing test, ink storage stability test 

[0460] The ink of Example 2-4 was subjected to "printing test" and "ink storage stability test" as mentioned above. 
so [0461] The results of printing test were the same as that of the foregoing Example 2-2 (Evaluation "A"). The results 
of storage stability, too, were the same as that of the foregoing Example 2-2 (Evaluation "A"). 

<Example 2-5> 

55 (1) Preparation of surface-treated aniline black pigment 

[0462] 15 parts of an aniline black pigment (C.I. pigment 1) were mixed with 800 parts of pyrrolidone. The mixture 
was then subjected to dispersion by a Type M250 Eigermotormill (produced by Eiger Japan K.K.) at a percent bead 
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wasTri 7 ^ 9 ? ' r ° tarySpe f ° f ^ 000 ^ for1h ^^ m ixtur e ofapig m entpasteanda S olventthu S disp ere ed 
Z US?? ?" eVaP ° rat0r Wh6re " W3S the " heated t0 3 tem P era ^ °f 120°C at a pressure of 30 mmHg or 
less so that the water content in the system was distilled off as much as possible. The reaction system was then 
controlled to a temperature of 1 40'C. Subsequently, to the reaction solution was added 20 pate of sXmfc 5 Te 
reaction m.xtore was then allowed to undergo reaction for 6 hours. In Example 2-7, the dispersion was wrthdrawnin 

am^r*^ 

nation nMh o intr^ r[ P ^ T" P 15 X 1 °' 6 eqUivalent as determined by the "method for the determi- 

2rwasabom^ 

[0463] Accordingly, the amount of the dispersibility providing group introduced into the surface-treated aniline black 
pigment thus obtained was 15 x 10-6 equivalent per g of pigment. 

(2) Preparation of ink for ink jet recording 

S2?Li n ,2SS? 2 " 5 ' anihne b ' aCk Pi9ment thUS surtace - treated "as used as a colorant As penetrating agents 
there were used the same compounds as used in Example 2-2. The ink composition and the ink composition ratio were 
quae the same as used In Example 2-2 except that the phthalocyanine pigment of Example 2-2 w« rapped bTthe 
foregoing surface-treated aniline black pigment. «tw»repwwDyine 

2„, I de ' ail; 10 *• surf a^-lrealed aniline black pigment dispersion thus obtained was added a mixture of 

9lyC °' m0 r bUty ' 1 ' 2 - hexanedi ^ triethanolamine, ion-exchanged 

Sfifi, xl ' P r i ^ SS0 ' Ved lon - excnan 9 ed wa ^> , etc. to obtain the ink for ink jet recording of Example 2-7 

Se JSToS ,sr exhibited a 2eta - potentiai of 42 mv (absoiute va,ue) - a ^ «* 44 mPaS «- a 

[0467] In Example 2-5, when the dispersion medium was added the surface-treated aniline black pigment the piq- 

Ze iETSS f 39 f T: ati0n - ThUS ' diSPe,Bi0n need6d t0 b6 Stirred for 3 ^ ° f as'long as about 
three t.mes that of Examples 2-1 to 2-4. The ink of Examp.e 2-5 is satisfactory as compared with the conventional inks 

30 (3) Printing test, ink storage stability test 

[0468] The ink of Example 2-5, which had been obtained by prolonging the stirring time to attain complete uniform 
dispersion, was subjected to "printing test" and "ink storage stability test" as mentioned above 
[0469] The results of printing test were the same as that of the foregoing Example 2-2 (Evaluation "A") The results 
of storage stability, too, were the same as that of the foregoing Example 2-2 (Evaluation «A") 

2 Jf to 2-2 2 Sh ° WS d3ta ' inC ' UdinS t6St reSU,tS ' ° f inkS ° f Examp,6S 2 ' 1 10 2 ' 5 and Comparative Examples 



10 



15 



20 



25 



35 



40 



45 



50 



55 



BNSDOCID: <EP 1122286A1_I_> 



48 



EP 1 122 286 A1 



10 



15 



20 



25 



.30 



35 



40 



45 



M 
G 

-rl 

c 

0 
oi 
4> 

CO 

0 
m 

H 



C 



0 
0) 

<D 
•H 
«P 
U 
© 

& 

M 



to 
u 

03 



a) "H 
&> h 
id -h 

0 ffl W 
4J -M © 



e 

>H 
-P 

C -P 
•H © 

04 -P 



0 C 

U 0 

id *h 

H c 

W 4J 



•H 
« 

o 
u 
0] 

•rt 
> 



© 

-P 
O 
P. 

I H 

td id 

«P M 
0 -P 
N C 



0 



a o 
p -p 
0 c 

M >r\ 



>1 
4J 

•H 

rH 

•H 

JQ 
I 

•H 
CO 

n 

0 



c u 



•rl 

•d 

0, > 
03 O 
•rl U 



T3 
0 
4J 

as 
<D 
U 
4i 
I 

u c 
cd © 

n a 



m 



c* 

CM 



1 

o 



Q 
CO 



Ok 
CM 



a 

<d 
Pi 
6 

so 



td 



CO 

a) 
m 



03 

4 

Pi 
6 



td 
S 
cn 



<d 
Oi 



in 



B 

00 
CM 



1 

eg 

CM 



I 

CM 



C 
0 
H 

a) 
> 

•H 



43 
C 
0 

cd 
> 

& 



in 

GO 



C 
0 
H 

(d 
> 

•rl 

& 

0 



4> 
C 
0 

cd 

& 

0 



GO 

in 



c 
0 
•-I 
<d 
> 

& 

0 



GO 



4> 

c 

0 
H 

cd 
> 

& 

0 



4> 
C 
0 

(d 
> 

•rl 

& 

0 



if) 



50 



55 



CM 

0 
H 

•9 



O 

z 
0 

H 

a 



w 



i 

CM 

0 
H 

04 



X 

u 



0 H 

> I 

•H CM 
•P 

rt 0 

M H 
rd a 

ti 

O X 



0 CM 

> I 

•H CM 
4* 

(d 0 

M H 

as a 

» 9 

O X 

u w 



m 
i 

CM 

0 
H 



X 
W 



BNSDOCID: <EP 1 1222B6A1J_> 



49 



J 

s 



EP 1 122 286 A1 

[Examples and comparative examples of third ink of the invention] 

[0471] Examples 3 (Examples 3-1 to 3-8) below are examples of the third ink of the invention, and Comparative 
Examples 3 (Comparative Examples 3-1 to 3-8) below are examples for comparison with the third ink of the invention. 
s The "amount of sulfonic acid group and/or sulfinic acid group (dispersibilrty providing group introduced into surface- 
treated pigment)'' and "ink physical properties (zeta-potential, viscosity, surface tension)" defined in the following Ex- 
amples 3 (Examples 3-1 to 3-8) and Comparative Examples 3 were determined according to the process described in 
the foregoing Example 1 . 

[0472] The "amount of alkaline metal ion in the liquid component (vehicle) of the ink" defined in Examples 3 (Examples 
'0 3-1 to 3-8) was determined by the "method for the measurement of amount of sulfuric acid ion and polyvalent metal 
ion" described in the foregoing Example 1 . 

[0473] The inks prepared in Examples 3 were each subjected to centrif uging by a centrifugal ultrafiltrating apparatus 
(C-1 5, produced by Millipore Inc.). As a filter there was used a Type NMWL10000 filter. The centrifuging was effected 
at 2,500 G for 60 minutes. 10 mg of the resulting filtrate was subjected to combustion by oxygen flask method, absorbed 
J5 by a 0.2% aqueous solution of nitric acid which was then subjected to ion chromatography (column: ionPac AS12A; 
DX-500, produced by Nippon Dionex Corp.) to determine the amount of alkaline metal ion in the liquid component 
(vehicle). 

[0474] The inks obtained in the following Examples 3 (Examples 3-1 to 3-8) and Comparative Examples 3 were each 
subjected to "printing test" in the same manner as described in the foregoing Example 1 . For "ink storage stability test", 

20 the inks prepared in Examples 3 and Comparative Examples 3 were each sealed in a glass sample bottle as in the 
foregoing Example 1 . The samples were each then allowed to stand at 60°C for 1 week or at -20°C for 1 week. The 
samples were each examined for occurrence of foreign matters in the ink and change of physical properties (viscosity, 
surface tension before and after storage. The confirmation of occurrence of foreign matters was accomplished by 
filtering the ink through a twill-woven metallic filter having a pore size of 25 urn, and then observing the amount of 

25 foreign matters left on the filter under a microscope. 

<Example3-1> 

(1 ) Preparation of surface-treated carbon black 

30 

[0475] A carbon black dispersion having a sulfonic acid group and/or sulfinic acid group chemically bonded to the 
surface thereof was obtained in the same manner as in the foregoing Example 2-1 . The amount of the sulfonic acid 
group and/or sulfinic acid group introduced into the surface-treated pigment was 50 x 1 0~ 6 equivalent per g of particulate 
pigment. 

35 

(2) Preparation of ink for ink jet recording 

[0476] An ink having the same composition as that of the foregoing Example 2-1 was prepared. The ink thus obtained 
exhibited a zeta-potential of 45 mV (absolute value), a viscosity of 4.6 mPa-s, and a surface tension of 32 mN/m. The 
40 concentration of alkaline metal ion in the liquid component (vehicle) was 960 ppm as determined by the foregoing 
method. 

(3) Printing test, ink storage stability test 

45 [0477] The ink of Example 3-1 was subjected to 'printing test" and "ink storage stability test" as mentioned above. 
[0478] The results of printing test show that ail the printed images thus obtained had little or no irregular bleeding 
and thus are good image having a high print density. The drying time required until the ink when solid-printed penetrates 
into the paper to disappear was less than 2 seconds regardless of the kind of the paper used. Thus, the ink exhibited 
a good dryability (-* Evaluation "A"). The results of the ink storage stability test show that there occurred little or no 

50 production of foreign matters and change of physical properties (viscosity, surface tension) between before and after 
storage under any conditions, demonstrating that the ink has a good storage stability (-» Evaluation "A"). 

<Example 3-2> 

55 (1) Surface-treated pigment 

[0479] In Example 3-2, the same "carbon black pigment having sulfonic acid group and/or sulfinic acid group chem- 
ically bond d to the surface thereof as used in the foregoing Example 3-1 was used. Accordingly, the amount of the 



50 
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.sulfonic acid group and/or sulfinic acid group introduced in the surface-treated carbon black pigment was 50 x 10 -6 
equivalent per g of particulate pigment. 

(2) Preparation of ink for ink jet recording 

5 

[0480] The preparation procedure of the foregoing Example 3-1 was followed except that as alkaline compounds 
there were used ammonia and sodium hydroxide as shown in the following formulations to prepare an ink for ink jet 
recording. The ink thus obtained exhibited a zeta-potential of 50 mV (absolute value), a viscosity of 4.7 mPa-s, and a 
surface tension of 33 mN/m. The concentration of alkaline metal ion in the liquid component (vehicle) was 1 ,620 ppm 
10 as determined by the foregoing method. 
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* Specific composition of ink of Example 3-2 
[0481] 



Carbon black pigment having sulfonic acid 




group and/or sulfinic acid group chemically 




bonded to the surface thereof 


8 parts 


Diethylene glycol rnoriobutyl ether 


6 parts 


Glycerin 


1 0 parts 


1,2-Penanediol 


5 parts 


Aqueous ammonia (28%) 


0.3 part 


Aqueous solution of sodium hydroxide (28%) 


0.2 part 


Ion-exchanged water 


Balance 



(3) Printing test, ink storage stability test 

[0482] The ink of Example 3-2 was subjected to "printing test? and "ink storage stability test" as mentioned above. 
[0483] The results of printing test were the same as that of the foregoing Example 3-1 (Evaluation "A"). The results 
of storage stability test, too, were the same as that of the foregoing Example 3-1 (Evaluation "A"). 

<Example3-3> 

35 (1) Surface-treated pigment 

[0484] In Example 3-3, the same "carbon black pigment having sulfonic acid group and/or sulfinic acid group chem- 
ically bonded to the surface thereof as used in the foregoing Example 3-1 was used. Accordingly, the amount of the 
sulfonic acid group and/or sulfinic acid group introduced in the surface-treated carbon black pigment was 50 x 10 -6 
equivalent per g of particulate pigment. 

(2) Preparation of ink for ink jet recording 

[0485] The preparation procedure of the foregoing Example 3-1 was followed except that as an alkaline compound 
there was used sodium hydroxide as shown in the following formulations to prepare an ink for ink jet recording. The 
ink thus obtained exhibited a zeta-potential of 49 mV (absolute value) , a viscosity of 4.8 mPa-s, and a surface tension 
of 32 mN/m. The concentration of alkaline metal ion in the liquid component (vehicle) was 2,060 ppm as determined 
by the foregoing method. 

so 



* Specific composition of ink of Example 3-3 




[0486] 




Carbon black pigment having sulfonic acid group and/or sulfinic acid group 


8 parts (in terms of solid content) 


chemically bonded to the surface thereof 




Diethylene glycol monobutyl ether 


6 parts 


Glycerin 


1 0 parts 
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(continued) 





1,2-Penanediol 


5 parts 




Aqueous solution of sodium hydroxide (28%) 


2 parts 


5 


ion-exchanged water 


Balance 



(3) Printing test, ink storage stability test 



[0487] The ink of Example 3-3 was subjected to "printing test" and "ink storage stability test" as mentioned above. 
10 [0488] The results of printing test were the same as that of the foregoing Example 3-1 (Evaluation "A"). Under any 
conditions, the ink of Example 3-3 underwent occurrence of foreign matters and some change of physical properties 
(viscosity, surface tension) and left something to be desired in storage stability (Evaluation "B"). 

<Example 3-4> 

15 

(1) Surface-treated pigment 



[0489] In Example 3-4, the surface -treated phthalocyanine pigment (C.I. pigment blue 15:3) prepared in the fore- 
going Example 1 -3 (1 ) was used. In some detail, a phthalocyanine pigment having a sulfonic acid group and/or sulfinic 
acid group chemically bonded to the surface thereof was obtained in the same manner as in the foregoing Example 
1 -3 (1 ). The amount of the sulfonic acid group and/or sulfinic acid group introduced into the surface-treated pigment 
thus obtained was 58 x 1 0' 6 equivalent per g of particulate pigment. 

(2) Preparation of ink for ink jet recording 

[0490] To the phthalocyanine pigment having a sulfonic acid group and/or sulfinic acid group chemically bonded to 
the surface thereof were added ion-exchanged water (80% of the desired added amount) and triethanolamine so that 
the sulfonic acid group /sulfinic acid group was converted to sulfonic acid anion group and/or sulfinic acid anion group. 
[0491] Thereafter, to the surface-treated phthalocyanine pigment solution was added gradually a mixture of Surfynol 
465, Surfynol 617 triethyiene glycol mono-n-butyl ether, 1,2-hexanediol, glycerin, ion-exchanged water (20% of the 
desired added amount) and EDTA (previously dissolved in ion-exchanged water) which hadbeen prepared in a separate 
vessel with stirring to obtain the ink of Example 3-4 according to the invention. 

[0492] The specific ink composition will be given below. As penetrating agents there were used in combination Surfy- 
nol 465 (produced by Air Products Inc.), which is an acetylene glycol-based surface active agent, Surfynol 61 (produced 
by Air Products Inc.) , which is an acetylene alcohol-based surface active agent, triethyiene glycol-mono-h-butyl ether, 
which is a glycol ether, and 1,2-hexanediol, which is a 1,2-alkylene glycol. The ink thus obtained exhibited a zeta- 
potential of 53 mV (absolute value) , a viscosity of 4.6 mPa-s, and a surface tension of 31 mN/m, The concentration 
of alkaline metal ion in the liquid component (vehicle) was 560 ppm as determined by the foregoing method. 

* Specific composition of ink of Example 3-4 



[0493] 



Phthalocyanine pigment having sulfonic acid group and/or sulfinic acid group 


8 parts (in terms of solid content) 


chemically bonded to the surface thereof 


Surfynol 465 


0.8 part 


Surfynol 61 


0.5 part 


Triethyiene glycol monobutyl ether 


5 parts 


1 ,2-hexanediol 


6 parts 


Glycerin 


1 0 parts 


Triethanolamine 


0.9 part 


EDTA (ethylenediaminetetraacetic acid) 


0.03 part 


lon-exchanged water 


Balance 
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(3) Printing test, ink storage stability test 

[0494] The ink of Example 3-4 was subjected to "printing test" and "ink storage stability test 1 ' as mentioned above. 
[0495] The results of printing test were the same as that of the-foregoing Example 3-1 except that the drying time 
5 was less than 1 second (Evaluation "A"). The results of storage stability, too, were the same as that of the foregoing 
Example 3-1 (Evaluation "A"). 

<Example 3-5> 

10 (1 ) Surface-treated pigment 

[0496] In Example 3-4, the same carbon black pigment having sulfonic acid group and/or sulfinic acid group chem- 
ically bonded to the surface thereof as used in the foregoing Example 3-4 was used. Accordingly, the amount of the 
sulfonic acid group and/or sulfinic acid group introduced in the surface-treated carbon black pigment was 58 x 10' 6 
is equivalent per g of particulate pigment. 

(2) Preparation of ink for ink jet recording 

[0497] The preparation procedure of the foregoing Example 3-4 was followed except that as alkaline compounds 
2C there were used ammonia and sodium hydroxide as shown in the following formulations to prepare an ink for ink jet 
recording. The specific ink composition will be given below. 

[0498] The ink thus obtained exhibited a z eta-potential of 47 mV (absolute value), a viscosity of 4.7 mPa-s, and a 
surface tension of 33 mN/m. The concentration of alkaline metal ion in the liquid component (vehicle) was 1 ,760 ppm 
as determined by the foregoing method. 

25 

* Specific composition of ink of Example 3-5 



[0499] 



Phthalocyanine pigment having sulfonic acid group and/or sulfinic acid group 


8 parts tin terms of solid content) 


chemically-bonded to the surface thereof 




Surfynol 465 


0.8 part 


Surfynol 61 


0.5 part 


Triethylene glycol monobuty! ether 


5 parts 


1 ,2-Hexanediol 


6 parts 


Glycerin 


1 0 parts 


Aqueous ammonia (28%) 


0.2 part 


Aqueous solution of sodium hydroxide (28%) 


0.2 part 


EDTA (ethylenediaminetetraacetic acid) 


0.03 part 


Ion-exchanged water 


Balance 



(3) Printing test, ink storage stability test 



[0500] The ink of Example 3-5 was subjected to "printing test" and "ink storage stability test" as mentioned above. 
[0501] The results of printing test were the same as that of the foregoing Example 3-1 (Evaluation "A"). The results 
of storage stability test, too, were the same as that of the foregoing Example 3-1 (Evaluation "A"). 

<Example 3-6> 

so 

(1 ) Surface-treated pigment 

[0502] The same phthalocyanine pigment having sulfonic acid group and/or sulfinic acid group chemically bonded 
to the surface thereof as used in the foregoing Example 3-4 was used. Accordingly, the amount of the sulfonic acid 
55 group and/or sulfinic acid group introduced in the surface-treated pigment was 58 x 1 0 -6 equivalent per g of particulate 
pigment. 
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(2) Preparation of ink for ink jet recording 

[0503] The preparation procedure of the foregoing Example 3-4 was followed except that as alkaline compounds 
there were used ammonia and sodium hydroxide and as penetrating agents there were used diethylene glycol mono- 
n-butyl ether and 1 ,2-pentanediol as shown in the following formulations to prepare an ink for ink jet recording. The 
specific ink composition will be given below 

[0504] The ink thus obtained exhibited a zeta-potential of 45 mV (absolute value), a viscosity of 4.8 mPa-s, and a 
surface tension of 32 mN/m. The concentration of alkaline metal ion in the liquid component (vehicle) was 2,100 ppm 
as determined by the foregoing method. 

* Specific composition of ink of Example 3-6 

[0505] 



Phthalocyanine pigment having sulfonic acid group and/or sulfinic acid group 


8 parts (in terms of solid content) 


chemically bonded to the surface thereof 




Diethylene glycol monobutyl ether 


6 parts 


Glycerin 


1 0 parts 


1,2-Pentanediol 


5 parts 


Aqueous ammonia (28%) 


1.0 part 


Aqueous solution of sodium hydroxide (20%) 


1.0 part 


Ion-exchanged water 


Balance 



25 (3) Printing test, ink storage stability test 

[0506] The ink of Example 3-6 was subjected to "printing test" and "ink storage stability test" as mentioned above. 
[0507] The results of printing test were the same as that of the foregoing Example 3-1 (Evaluation "A"). The results 
of ink storage stability test, too, were the same as that of the foregoing Example 3-1 ((Evaluation "A"). As a result of 
30 the ink storage stability test, under any conditions, the ink of Example 3-6 underwent occurrence of foreign matters 
and some change of physical properties (viscosity, surface tension) and left something to be desired in storage stability 
(Evaluation "B"). 
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<Example 3-7> 

(1 ) Surface-treated pigment 

[0508] In Example 3-7, the same isoindolinone pigment (C.I. pigment yellow 110) having sulfonic acid group and/or 
sulfinic acid group chemically bonded to the surface thereof as used in the foregoing Example 1-6 was used. Accord- 
ingly, the amount of the sulfonic acid group and/or sulfinic acid group introduced in the surface-treated pigment was 
49 x 1 0* 6 equivalent per g of particulate pigment. 

(2) Preparation of ink for Ink jet recording 

[0509] The preparation procedure of the foregoing Example 3-4 was followed except that as an alkaline compound 
there was used monoethanolamine and as penetrating agents there were used diethylene glycol Mon-n-butyl ether 
and 1 ,2-pentanediol as shown in the following formulations to prepare an ink for ink jet recording. 
[0510] The ink thus obtained exhibited a zeta-potential of 49 mV (absolute value), a viscosity of 4.7 mPa-s, and a 
surface tension of 32 mN/m. The concentration of alkaline metal ion in the liquid component (vehicle) was 1 ,330 ppm 
as determined by the foregoing method. 

* Specific composition of ink of Example 3-7 

[0511] 



Isoindolinone pigment having sulfonic acid group and/or sulfinic acid group 
chemically bonded to the surface thereof 



8 parts (in terms of solid content) 
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(continued) 



Diethylene glycol monobutyl ether 


6 parts 


Glycerin 


1 0 parts 


1,2-Pentanediol 


5 parts 


Triethanolamine 


0.5 part 


Monoethanolamine 


04 part 


Ion-exchanged water 


Balance 



(3) Printing test, ink storage stability test 



[0512] The ink of Example 3-7 was subjected to "printing test" and "ink storage stability test" as mentioned above. 
[0513] The results of printing test were the same as that of the foregoing Example 3-1 (Evaluation "A"). The results 
of ink storage stability test too, were the same as that of the foregoing Example 3-1 (Evaluation "A"). 

<Exampie 3-8> 



(1) Preparation of SLrtacc-trcatcd pqment 

[0514] In Example 3-3 nc same dimethyl quinacridone pigment (C.I. pigment red 122) having sulfonic acid group 
and/or sulfinic acd group cncmic-*i»y bended to the surface thereof as used in the foregoing Example 1-7(1) was used. 
The amount of the sulfonic acid group and/or sulfinic acid group introduced into the surface-treated pigment was 35 x 
1 0* 6 equivalent per g of pigment 

(2) Preparation of ink tor trk |d recording 



[0515] The preparation pr ococure of the foregoing Example 3-7 was followed except that as alkaline compounds 
there were used N.N-dicir*ykrthano4afTiine and lithium hydroxide. The ink thus obtained exhibited a zeta-potential of 
48 mV (absolute value) . a viscosity of 4.6 mPa-s, and a surface tension of 32 mN/m. The concentration of alkaline 
metal ion in the liquid component (vehicle) was 1 ,510 ppm as determined by the foregoing method. 

* Specific composition of ink of Example 3-8 



[0516] 



Quinacridone pigment having sulfonic acid group and/or sulfinic acid group 


8 parts (in terms of solid content) 


chemically bonded to the surface thereof 




Diethylene glycol monobutyl clhcr 


6 parts 


Glycerin 


1 0 parts 


1,2-Pentanediol 


5 parts 


N .N-diethylethan olamme 


0.3 part 


Aqueous solution of lithium nycroxide (10%) 


0.2 part 


Ion-exchanged water 


Balance 



(3) Printing test, ink storage stability test 



[0517] The ink of Example 3*8 was subjected to "printing test 0 and "ink storage stability test" as mentioned above. 
[0518] The results of printing test were the same as that of the foregoing Example 3-1 (Evaluation "A"). The results 
of storage stability test, too, were the same as that of the foregoing Example 3-1 (Evaluation "A"). 

Comparative Example 3> 

(1) Preparation of surface-treated carbon black 

[0519] Apart iculate carbon black pigment having a sulfonic acid group and/or sulfinic acid group chemically bonded 
to the surface thereof was obtained in the same manner as in the foregoing Example 3-1 . The amount of the sulfonic 
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acid group and/or sutfinic acid group introduced into the surface-treated carbon black pigment was 50 x 1 0" 6 equivalent 
per g of particulate pigment. 

(2) Preparation of ink for ink jet recording 

5 

[0520] The ink of Comparative Example 3 comprised an aqueous solution of potassium hydroxide (20%) incorporated 
therein as an alkaline compound. In Comparative Example 3, potassium hydroxide was excessively added to enhance 
the concentration of alkaline metal ion in the liquid component of ink. The procedure of the foregoing Example 3-1 was 
followed except for these conditions. 
10 [0521] The ink thus obtained exhibited a zeta-potential of 29 mV (absolute value), a viscosity of 5.6 mPa-s, and a 
surface tension of 34 mN/m. The concentration of alkaline metal ion in the liquid component (vehicle) was 14,800 ppm 
as determined by the foregoing method. 



15 



(3) Printing test, ink storage stability test 

[0522] The ink of Comparative Example 3 was subjected to "printing tesr and "ink storage stability test" as mentioned 

above. , 
[0523] As a result of printing test, the printed image thus obtained showed much irregular bleeding. Thus, no sharp 
image was obtained. In particular, throughout the printing test, there occurred drop of dot and bent flying while printing 
20 was being made on a sheet of the recording paper. The resulting printedmatter was rough and was notworth evaluating 
(Evaluation "C": print density not evaluated) . The results of ink storage stability test show that foreign matters occurred 
and the physical properties (viscosity, surface tension) changed after storage under any conditions, making it impossible 
to obtain a good storage stability (-> Evaluation "C"). 

[0524] Table 3 shows the data, including test results, of the inks of Examples 3-1 to 3-8 and Comparative Example 3. 
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[0525] Table 4 shows the results of "printing test" and "storage stability test" on the inks of Examples 3-1 to 3-8 
analyzed from other standpoints of view. 

[0526] Evaluations (A, B) in Table 4 have the following meaning. (Bleeding) 

5 A: No bleeding 

B: Little bleeding 

(Print density) 

10 A: Very high density 

B: High density 

(Foreign matters) 

15 A: Little or no foreign matters produced 

B: Some foreign matters produced 

(Physical properties) 

20 A: Little oi nc change 'jf physical properties 

B: Some change of physi-nl properties 

[0527] In Table 4. the figjrc in the column of kind of pigment, alkaline compound, penetrating agent and other addi- 
tives indicates the amount of these components in terms of parts by weight in the ink, with the proviso that the balance 
25 is the amount of iorv©*chanood water. TEA stands for triethanolamine, MEA stands for monoethanolamine, DEEA 
stands for N,N-diomyfo!hanoUmino Surfy 465 stands for Surfynol, DEGmBe stands for diethylene glycol monobutyl 
ether, TEGmBE stands for tnothylcnc gtycol monobutyl ether, Gly stands for glycerin, 1 ,5-PD stands for 1 ,5-pentanediol, 
1 ,2-HD stands for 1 ,?-hc*anediol and EDTA stands for ethylenediaminetetraacetic acid. 

30 
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[0528] As can be seen in Table 4 above, when sodium hydroxide was used as an alkaline compound, i.e., the counter 
cation of sulfonic acid group and/or sulfinic acid group is sodium ion, an image having a high print density was obtained. 
[0529] When ammonia was used, i.e., the foregoing counter cation was ammonium ion, a high ink storage stability 
was attained. 

5 [0530] Further, when both ammonia and sodium hydroxide were used, i.e., both ammonium ion and sodium ion were 
present as the foregoing counter cations, as in Examples 3-2 and 3-5, both high image print density and high ink storage 
stability were attained. When the total amount of alkaline metal ions was 2,000 ppm or more based on vehicle as in 
Examples 3-3 and 3-6, the ink storage stability was somewhat deteriorated. 

[0531] The inks of Examples 3-4 and 3-5 exhibited extremely excellent image print bleeding resistance and fast 
10 drying properties. This effect is presumably attributed to individual or synergistic effect of Surfynol 465, Surfynol 61 , 
triethylene glycol mono-n-butyl ether, 1,2-hexanediol, etc. 

[Examples and comparative examples of fourth ink of the invention] 

»5 [0532] Examples 4 (Examples 4-1 to 4-6) below are examples of the fourth ink of the invention, and Comparative 
Examples 4 (Comparative Examples 4-1 to 4-2) below are examples for comparison with the fourth ink of the invention. 
The "physical properties (viscosity, surface tension) of ink" defined in the following Examples 4 and Comparative Ex- 
amples 4 were determined by the method described in the foregoing Example 1 . 

[0533] The inks of Examples 4 (Examples 4-1 to 4-6) and Comparative Examples 4 (Comparative Examples 4-1 to 
20 4-2) were then subjected to the following "ink storage stability tesf . "Ink storage stability test" 

[0534] The inks of Examples 4 and Comparative Examples 4 were each sealed in a glass sample bottle. The sample 
was then allowed to stand at a temperature of 35°C for 2 weeks for storage stability test. The sample was then examined 
for occurrence of foreign matters (mild, microorganism, pigment agglomerate, etc.) and physical properties (viscosity, 
surface tension). 

25 

<Example4-1> 

[0535] 8 parts of a carbon black ("MA-1 00", produced by Mitsubishi Chemical Corporation) were dispersed in an 
aqueous solvent. To the dispersion thus obtained were then added 6 parts of sulfamic acid. The mixture was then 
30 heated to a temperature of from 120°C to 135°C with stirring for 8 hours. The reaction product was then repeatedly 
rinsed and filtered. The material was then adjusted to a pH value of 8.5 with dimethylaminoethanol to obtain a 16% 
sulfonated carbon black dispersion. 

(2) Preparation of ink 

35 

[0536] In Example 4-1 , as a colorant there was used the foregoing sulfonated carbon black dispersion. As a pene- 
trating agent there was used ethylene glycol mono-n-butyl ether, which is a glycol ether. As a preservative there was 
used 4,4-dimethyloxazolidine, which is an oxazolidine-based compound. The specific composition will be given below. 



Pigment dispersion 


39 parts 


Ethylene glycol mono-n-butyl ether 


8 parts 


Glycerin 


1 0 parts 


4 ; 4-Dimethyloxazolidine 


0.5 part 


Ion-exchanged water 


42.5 parts 



[0537] These components were mixed, and then filtered to obtain the ink to be used in Example 4-1 . The ink thus 
obtained exhibited a viscosity of 4.5 mPa-s and a surface tension of 42 mN/m (both at 20°C). 

50 (3) Ink storage stability test 

[0538] The ink of Example 4-1 was then subjected to the foregoing "ink storage stability test". As a result of ink 
storage stability test, the ink underwent little of no occurrence of foreign matters and change of physical properties and 
thus exhibited a good storage stability (Evaluation "A"). 
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<Example 4-2> 

(1) Preparation of pigment dispersion 

5 [0539] In Example 4-2, a carbon black ("MA-1 00", produced by Mitsubishi Chemical Corporation) was treated in the 
same manner as in the foregoing Example 4-1 to obtain a 16% sulfonated carbon black pigment dispersion. 

(2) Preparation of ink 

w [0540] In Example 4-2, as a colorant there was used the foregoing sulfonated carbon black dispersion. As penetrating 
agents there were used Surfynol 82, which is an acetylene glycol-based surface active agent, and dipropylene glycol 
mono-n-butyl ether, which is a glycol ether. As a preservative there was used 4-chloro-3,5-dimethyl-xylenol l which is 
a chloroxylenol. The specific composition will be given below. 



Pigment dispersion 


39 parts 


Surfynol 82 


1 part 


Dipropylene glycol mono-n-butyl ether 


1 part 


Glycerin 


1 0 parts 


4-Chioro-3,5-dimethyi-xyienoi 


0.5 part 


Ion-exchanged water 


42.5 parts 



[0541] These components were mixed, and then filtered to obtain the ink to be used in Example 4-2. The ink thus 
obtained exhibited a viscosity of 4.5 mPa-s and a surface tension of 42 mNI/m (both at 20°C). 

25 

(3) Ink storage stability test 

[0542] The ink of Example 4-2 was then subjected to the foregoing "ink storage stability test". 
[0543] As a result of ink storage stability test, the ink underwent little or no change of physical properties between 
30 before and after storage and no production of mild and microorganism. There occurred a pigment agglomerate which 
can be,trapped by a commercially available foreign matter trapping filter for ink cartridge. However, this phenomenon 
was practically acceptable (Evaluation "B M ). 

<Example 4-3> 

35 

(1) Preparation of pigment dispersion 

[0544] To 1 00 parts of fuming sulfuric acid (S0 3 concentration: 25%) having a temperature of from 5°C to 1 0°C were 
added 3 parts of a phthalocyanine pigment (C.I. pigment blue 15:3) with stirring in 15 minutes. The resulting mixture 
40 was stirred at a temperature of from 70°C to 90*C for several hours, and then poured into Ice water. 

[0545] The resulting suspension was washed while being filtered, and then adjusted to a pH value of 8.2 with trieth- 
anolamine to obtain a 18% sulfonated phthalocyanine pigment dispersion. 

(2) Preparation of ink 

45 

[0546] In Example 4-3, as a colorant there was used the foregoing sulfonated phthalocyanine pigment dispersion. 
As penetrating agents there were used diethylene glycol mono-t-butyl ether and triethylene glycol monoethyl ether, 
which are glycol ethers. As a preservative there was used 2-n-octyl-4-isothiazoline-3-one, which is an alkylisothiazolo- 
ne-based compound. The specific composition will be given below. 
so - 



Pigment dispersion 


35 parts 


Diethylene glycol mono-t-butyl ether 


10 parts 


Triethylene glycol monoethyl ether 


5 parts 


Glycerin 


1 0 parts 


2-n-octyl-4-isothiazoline-3-one 


0.01 part 


lon-exchang d water 


39.99 parts 
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10 



15 



20 



[0547] These components were mixed, and then filtered to obtain the ink to be used in Example 4-3. The ink thus 
obtained exhibited a viscosity of 4.1 mPa-s and a surface tension of 40 mN/m (both at 20°C). 

(3) Ink storage stability test 

[0548] The ink of Example 4-3 was then subjected to the foregoing "ink storage stability test*. The results of ink 
storage stability test were the same as that of the foregoing Example 4-2 (Evaluation "B"). 

<Example 4-4> 

(1) Preparation of pigment dispersion 

[0549] In Example 4-4, a condensed azo pigment (C.I. pigment yellow 128) was treated in the same manner as in 
the foregoing Example 4-3 to obtain a 15% sulfonated isoindolinone pigment dispersion. 

(2) Preparation of ink 

[0550] In Example 4-4, as a colorant there was used the foregoing sulfonated yellow condensed azo pigment dis- 
persion. As penetrating agents there were used Surfynol TG, which is an acetylene glycol-based surface active agent, 
and triethylene glycol mono-t-butyl ether, which are a glycol ether. As preservatives there were used 2-methyl-4-iso- 
thiazoline-3-one, which is an alkylisothiazolone-based compound, 5-chloro-2-methyl-isothiazoline, which is a chloro- 
alkylisothiazolone, and 2-bromo-2-nitropropane-1 ,3-diol, which is a bromonrtroalcohol. The specific composition will 
be given below. 



25 



30 



Pigment dispersion 


35 parts 


Surfynol TG 


0.2 part 


Triethylene glycol mono-t-butyl ether 


1 2 parts 


Glycerin 


1 0 parts 


2-Methyl-4-isothiazoline-3-one 


0.02 part 


5-Chloro-2-methyl-isothiazoline-3-one 


0.08 part 


2-Bromo-2-nitropropane-1 ,3-diol 


0.32 part 


Ion-exchanged water 


42.3 parts 



35 [0551] These components were mixed, thoroughly stirred, and then filtered to obtain the ink to be used in Example 
4-4. The ink thus obtained exhibited a viscosity of 4.3 mPa-s and a surface tension of 29 mN/m (both at 20°C). 

(3) Ink storage stability test 

40 [0552] The ink of Example 4-3 was then subjected to the foregoing "ink storage stability test". The results of ink 
storage stability test were the same as that of the foregoing Example 4-2 (Evaluation "B"). 

<Example 4-5> 

45 (1 ) Preparation of pigment dispersion 

[0553] In Example 4-5, a quinacridone magenta pigment (C.I. pigment red 122) was treated in the same manner as 
in the foregoing Example 4-3 to obtain a 16% sulfonated quinacridone magenta pigment dispersion. 

so (2) Preparation of ink 

[0554] In Example 4-5, as a colorant there was used the foregoing sulfonated quinacridone magenta pigment dis- 
persion. As a penetrating agent there was used Surfynol 465, which is an acetylene glycol-based surface active agent. 
As a preservative there was used 4,4-dimethyloxazolidine, which is an oxazolidine-based compound. The specific 
55 composition will be given below. 



Pigment dispersion 



38 parts 
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(continued) 


Surfynol 465 


1 part ; 


Glycerin 


1 0 parts 


44-Dimethyloxazolidine 


0.2 part 


Ion-exchanged water 


50.8 parts 



[0555] These components were mixed, thoroughly stirred, and then filtered to obtain the ink to be used in Example 
4-5. The ink thus obtained exhibited a viscosity of 3.9 mPa-s and a surface tension of 31 mN/m (both at 20°C). 

10 

(3) Ink storage stability test 



[0556] The ink of Example 4-5 was then subjected to the foregoing "ink storage stability test". The results of ink 
storage stability test were the same as that of the foregoing Example 4-1 (Evaluation "A"). 

<Example 4-6> 



(1) Preparation of pigment dispersion 

[0557] In Example 4-6, a quinacridone magenta pigment (C.I. pigment red 122) was treated in the same manner as 
in the foregoing Example 4-3 to obtain a 16% sulfonated quinacridone magenta pigment dispersion. 

(2) Preparation of ink 

[0558] In Example 4-6, as a colorantthere was used the foregoing sulfonated quinacridone magenta pigment dis- 
persion. As penetrating agents there were used Surfynol 61 , which is an acetylene alcohol-based surface active agent, 
and 1 ,2-pentanediol, which is a 1,2-aikylene glycol. As a preservative there was used 1,2-benzisothiazoline-3-one, 
which is a benzisothiazolone. The specific composition will be given below. 



30 - 



Pigment dispersion 


38 parts 


Surfynol 61 


0.5 part 


1 : 2-Pentanediol 


5 parts 


Glycerin 


1 0 parts 


1 : 2-Benzisothtiazoline-3-one 


0.2 part 


Ion-exchanged water 


46.3 parts 



[0559] These components were mixed, thoroughly stirred, and then filtered to obtain the ink to be used in Example 
4-6. The ink thus obtained exhibited a viscosity of 3.9 mPa-s and a surface tension of 31 mN/m (both at 20°C). 

40 

(3) Ink storage stability test 



[0560] The ink of Example 4-6 was then subjected to the foregoing "ink storage stability test". The results of ink 
storage stability test were the same as that of the foregoing Example 4-2 (Evaluation "B"). 

45 

Comparative Example 4-1 > 



[0561] The preparation procedure of Example 4-1 was followed except that 4,4-dimethyloxazolidine was removed 
from the composition of the ink of Example 4-5 and the added amount of glycerin was 15%. The specific composition 
50 will be given below. 



Pigment dispersion 


38 parts 


Surfynol 465 


1 part 


Glycerin 


1 5 parts 


Ion-exchanged water 


41 parts 



[0562] These components were mixed, thoroughly stirred, and then filtered to obtain the ink to b used in Example 
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4-1 . The ink thus obtained exhibited a viscosity of 4.8 mPa-s and a surface tension of 46 mN/m (both at 20°C). 
(Ink storage stability test) 

5 [0563] The ink of Example 4-1 was then subjected to the foregoing "ink storage stability test". As a result of ink 
storage stability test, there was observed the production of mild and microorganism as foreign matters after storage. 
Referring to physical properties, there was observed no change of surface tension. However there was observed a 
viscosity rise of about 0.3 mPa-s (Evaluation "C"). 

10 Comparative Example 4-2> 

[0564] Using the pigment prepared on a trial basis in the foregoing Example 4-2, an ink of Comparative Example 
4-2 was prepared by the following formulations (ink composition), {ink composition) 



Pigment 


42 parts 


Ethylene glycol mono-n-butyl ether 


1 0 parts 


Glycerin 


1 0 parts 


1 ; 2-Benzisothiazoline-3-one 


0.8 part 


Ion-exchanged water 


37.2 parts 



[0565] These components were mixed, thoroughly stirred, and Then filtered to obtain the ink to be used in Example 
4-2. The ink thus obtained exhibited a viscosity of 4.8 mPa-s and a surface tension of 42 mN/m (both at 20°C). 

2s (Ink storage stability test) 

[0566] The ink of Example 4-2 was then subjected to the foregoing "ink storage stability test". As a result of ink 
storage stability test, there occurred little or no change of physical properties between before and after storage and 
no production of mild and microorganism. However, a foreign matter which seemed to be a pigment agglomeration 
30 was produced. Referring to physical properties, there was observed no change of surface tension. However, there was 
observed a viscosity rise of about 1 .1 mPa-s (Evaluation "C"). 

[0567] Table 5 shows the results of "storage stability test" on the inks obtained in Examples 4-1 to 4-6 and Compar- 
ative Examples 4-1 to 4-2. 
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(Printing test) 

[0568] The inks of Examples 4-1 to 4-6 were then subjected to printing test. In some detail, as an ink jet recording 
process printer there was used a Type SC-740C printer (produced by SEIKO EPSON CORPORATION). As an ordinary 
5 neutral paper there was used Xerox P (produced by Fuji Xerox Co., Ltd.). As an ordinary acidic paper there was used 
EPP (produced by SEIKO EPSON CORPORATION). As a regenerated paper there was used Xerox R (produced by 
Fuji Xerox Co., Ltd.). Printing was then made on these papers. All the printed images thus obtained had little or no 
irregular bleeding and thus are very good images having a high print density. The dryability during solid printing was 
good. 

10 [0569] As can be seen in the foregoing results of "ink storage stability" and "printing test" , the fourth ink of the invention 
was confirmed to have the following characteristics: 

(1) To lessen printed image bleeding; 

(2) The printed matter has good fast-drying properties; 
is (3) To be confirmed to satisfy a high print density; and 

(4) The incorporation of the preservative according to the invention makes it possible to secure ink storage stability. 

[Examples and comparative examples of fifth ink of the invention] 

20 [0570] Examples 5 (Examples 5-1 to 5-7) below are examples of the fifth ink of the invention, and Comparative 
Examples 5 (Comparative Examples 5-1 to 5-3) below are examples for comparison with the fifth ink of the invention. 
[0571] The inks of Examples 5 (Examples 5-1 to 5-7) and Comparative Examples (Comparative Examples 5-1 to 
5-3) were then subjected to the following "printing test". In the present examples, printing test was made on 10 or more 
kinds of ordinary paper commercially available in Europe, United Sates of America, and Japan to make further evalu- 

25 ation of print quality with respect to ordinary paper. 

"Printing test". 

[0572] As an ink jet recording process printer there was used a Type MJ-930C printer (produced by SEIKO EPSON 
30 CORPORATION) which was then loaded with the inks obtained in Examples 5 and Comparative Examples 5. Using 
this printer, printing test was made on 10 or more kinds of ordinary paper commercially available in Europe, United 
Sates of America, and Japan (Conqueror paper, Favorit paper, Modo Copy paper, Rapid Copy paper, EPSON EPP 
paper, Xerox 4024 paper, Xerox 10 paper, Neenha Bond paper, Ricopy 6200 paper, Yamayuri paper, Xerox R paper). 

35 <Example5-1> 

(1) Preparation of surface-treated carbon black pigment dispersion 

[0573] 15 parts of carbon black ("RAVEN C", produced by Colombian Carbon Corp.) were mixed with 250 parts of 
40 sulfolane. The mixture was then subjected to dispersion by a Type M250 Eiger motor mill (produced by Eiger Japan 
K.K.) at a percent bead packing of 70% and a rotary speed of 5,000 rpm for 1 hour. The mixture of a pigment paste 
and a solvent thus dispersed was transferred into an evaporator where it was then heated to a temperature of 120°C 
at a pressure of 30 mmHg or less so that the water content in the system was distilled off as much as possible. The 
reaction system was then controlled to a temperature of 150°C. Subsequently, to the reaction solution was added 25 
45 parts of sulfur trioxide. The reaction mixture was then allowed to undergo reaction for 6 hours. After the termination of 
reaction, the reaction product was washed with excessive sulfolane several times, poured into water, and then filtered 
to obtain a surface-treated particulate carbon black pigment. 

[0574] Subsequently, to 15 parts of the surface-treated carbon black thus obtained were added 2 parts of trieth- 
anolamine and 83 parts of ion-exchanged water. The mixture was then stirred to obtain a 15% surface-treated carbon 
so black dispersion. 

(2) Preparation of ink for ink jet recording 

[0575] To 40 parts of the surface-treated carbon black pigment dispersion thus obtained were added gradually 6 
55 parts of Material A of the general formula (2), 0.8 parts of Surfynol 465, 5 parts of propylene glycol mono-n-butyl ether, 
5 parts of 1 ,2-hexanedil, 10 parts of glycerin, 3 parts of Emulsion A, and 35 parts of ion-exchanged water with stirring 
to obtain an ink of Example 5-1 according to the invention. 
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w 



15 



25 



30 



35 



40 



45 



50 



55 



Surface-treated pigment carbon black pigment 


6.0% (in terms of solid content) 


Material A of the general formula (2) 


2.0% 


Surfynol 465 


0.8% 


Propylene glycol mono-n-butyl ether 


5.0% 


2-Hexanediol 


5.0% 


Emutslon A 


3.0% (in terms of solid content) 


Glycerin 


10.0% 


Triethanolamine 


0.8% 


Ion-exchanged water 


Balance 



[0576] (In Material A of the general formula (2) , R is a neopentyl group, n 2 is 3, m 2 is 1 .5, and X is a hydrogen atom. 
Emulsion A was the same as used in Example 1-8. The surface-treated pigment, triethanolamine and ion-exchanged 
water were partly incorporated in the ink composition in the form of surface-treated pigment dispersion.) 

<Example 5-2> 

(1) Preparation ot surface-treated carbon black pigment dispersion 

[0577] In Example 5-2 nc s^nc carbon black dispersion as used in the foregoing Example 5-1 was used. 

(2) Preparation of ink lot irk jet lucutding 

[0578] To 40 parts ot the surface- treated carbon black pigment dispersion thus obtained were added gradually 6 
parts of Material B o' the general formula (2), 0.8 part of Surfynol 465, 5 parts of propylene glycol monoethyl ether , 5 
parts of 1 ,2-hexancdil 1 0 pans cf gtyecrin, 5 parts of Emulsion B, and 35 parts of ion-exchanged water with stirring to 
obtain an ink of Example 6-2 according to the invention. 



Surface treated pigment carbon "black pigment 


6.0% (in terms of solid content) 


Matenal B cl tr^e general formula (2) 


2.0% 


Surfynol 465 


0.8% 


Propylene gn/col monoethyl ether 


5.0% 


2-Hcxancdiol 


5.0% 


Emulsion B 


5.0% (in terms of solid content) 


Glyccnn 


10.0% 


Triethanolamine 


0.8% 


Ion-exchanged water 


Balance 



[0579] (In Material B of the general formula (2), R is a t-butyl group, n 2 is 3, m 2 is 1 .3, and X is a hydrogen atom. 
Emulsion B was the same as used in Example 1 -1 0. The surface-treated pigment, triethanolamine and ion-exchanged 
water were partly incorporated in the ink composition in the form of surface-treated pigment dispersion.) 

<Example 5-3> 

(1) Preparation of surface-treated carbon black pigment dispersion 

[0580] In Example 5-3, the same carbon black dispersion as used in the foregoing Example 5-1 was used. 

(2) Preparation of ink for ink jet recording 

[0581] To 40 parts of the surface-treated carbon black pigment dispersion thus obtained were added gradually 6parts 
of Material C of the general formula (2), 0.8 part of Surfynol TG, 5 parts of triethylene glycol monoethyl ether , 5 parts 
of 1,2-pentanediol t 10 parts of glycerin, 5 parts of Emulsion C, and 35 parts of ion-exchanged water with stirring to 
obtain an ink of Example 5-3 according to the invention. 
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w 



Surface-treated carbon black pigment 


6.0% (in terms of solid content) 


Materia! C of the general formula (2) 


2.0% 


Ciirfvnol TG 


0.8% 


Triethylene glycol monoethyl ether 


5.0% 


2-Pentanediol 


5.0% 


Emulsion C 


5.0% (in 




terms of solid 




content) 


Glycerin 


10.0% 


Triethanolamine 


0.8% 


Ion-exchanged water 


Balance 



15 



20 



25 



30 



35 



40 



[0582] (In Material C of the general formula (2), R is a 1 ,3-dimethylbutyl group, n 2 is 0 } m 2 is 1 .5, and X is S0 3 Na. 
Emulsion C was the same as used in Example 1 -11 . The surface-treated pigment, triethanolamine and ion-exchanged 
water were partly incorporated in the ink composition in the form of surface-treated pigment dispersion.) 

<Example 5-4> 

(1 ) Preparation of surface-treated organic pigment dispersion 

[0583] 15 parts of a phthalocyanine pigment (C.I. pigment blue 15:3) were mixed with 450 parts of quinoline. The 
mixture was then subjected to dispersion by a Type M250 Eiger motor mill (produced by Eiger Japan K. K.) at a percent 
bead packing of 70% and a rotary speed of 5,000 rpm for 2 hours. The mixture of a pigment paste and a solvent thus 
dispersed was transferred into an evaporator where it was then heated to a temperature of 120°C at a pressure of 30 
mmHg or less so that the water content in the system was distilled off as much as possible. The reaction system was 
then controlled to a temperature of 160°C. Subsequently, to the reaction solution was added 20 parts of sulfonated 
pyridine complex. The reaction mixture was then allowed to undergo reaction for 8 hours. After the termination of 
reaction, the" reaction product was washed with excessive quinoline several times, poured into water, and then filtered 
to obtain a surface-treated particulate phthalocyanine pigment. 

[0584] Subsequently, to 1 5 parts of the surface-treated phthalocyanine pigment thus obtained were added 2 parts 
of triethanolamine and 83 parts of ion-exchanged water. The mixture was then stirred to obtain a 1 5% surface-treated 
phthalocyanine pigment dispersion. 

(2) Preparation of ink for ink jet recording 

[0585] To 40 parts of the surface-treatedphthalocyanine pigment dispersion thus obtained were then added gradually 
8 parts of Material D of the general formula (2), 0.5 parts of Surfynol 61', 5 parts of diethylene glycol mono-n-propylether, 
5 parts of 1 ,2-pentanediol, 10 parts of glycerin, 1 part of Emulsion D, and ion-exchanged water with stirring to obtain 
the ink of Example 5-4 according to the invention. 
[0586] The ink composition will be given below. 



45 



50 



55 



Surface-treated phthalocyanine pigment 


6.0% (in terms of solid content) 


Material D of the general formula (2) 


8.0% 


Surfynol 465 


0.5% 


Diethylene glycol mono-n-propylether 


5.0% 


2-Pentanedio! 


5.0% 


Emulsion D 


1 ,0% (in terms of solid content) 


Glycerin 


10.0% 


Triethanolamine 


0.8% 


Ion-exchanged water 


Balance 



[0587] (In Material D of the gen ral formula (2), R is a mixture of 50% of n-hexyl group and 50% of 2-ethylhexyl 
group, both n 2 's are 0, both m 2 's are 2, and both Xs are S0 3 Na. The surface-treated pigment, triethanolamine and 
ion-exchanged wat r were partly incorporated in the ink composition In the form of surface-treated pigment dlsp rslon. 
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The process for the synthesis of Emulsion D will be given below.) 
(Preparation of Emulsion D) 

5 [0588] Into a reaction vessel equipped with a dropping device, a thermometer, a water-cooled reflux condenser and 
a stirrer were charged 100 parts of ion-exchanged water. To the ion-exchanged water were then added 0.2 parts of 
potassium peroxide as a polymerization initiator with stirring at a temperature of 70°C in a nitrogen atmosphere. To 
the ion-exchanged water in the reaction vessel was then added dropwise a monomer solution obtained by dissolving 
0.05 parts of sodium laurylsulfate, 1 5 parts of styrene, 1 part of a urethane prepolymer comprising tolylene diisocyanate 

10 and 1 ,5-pentanediol, 1 5 parts of butyl methacrylate and 0.02 parts of t-dodecyl mercaptan in 7 parts of ion-exchanged 
water at a temperature of 70°C to cause reaction by which a primary material was prepared. Subsequently, to the 
primary material in the reaction vessel was added 2 parts of a 10% solution of ammonium persulfate. The reaction 
mixture was then stirred. Into the reaction vessel was put a reaction solution comprising 30 parts of ion-exchanged 
water, 0.2 parts of potassium laurylsulfate, 30 parts of styrene, 1 part of acrylamide, 15 parts of butyl methacrylate, 1 

J5 part of dipentaerythritol hexameth aery late, 0.6 parts of 5-dodecyl mercaptan with stirring at a temperature of 70°C to 
cause polymerization reaction. The reaction solution was neutralized to a pH value of from 8 to 8.5 with sodium hy- 
droxide, and then filtered through a filter having a pore diameter of 0.3 urn to prepare an aqueous solution of particulate 
polymer as "Emulsion D". 

20 <Exampie 5-5> 

(1) Preparation of surface-treated organic pigment 

[0589] In Example 5-5, a benzimidazolone pigment (C.I. pigment yellow 1 80) was treated in the same manner as in 
25 the foregoing Example 5-4 to obtain a 1 5% surface-treated benzimidazolone pigment dispersion. 

(2) Preparation of ink for ink jet recording 

[0590] To 40 parts of the surface-treated benzimidazolone pigment dispersion thus obtained were added gradually 
30 4 parts of Material D of the general formula (2), 0.5 parts of Surfynol 61 , 5 parts of ethylene glycol mono-iso-propylether, 
5 parts of 1 f 2-pentanediol, 10 parts of glycerin, 1 part of Emulsion A, 1 part of Emulsion B, and ion-exchanged water 
with stirring^to obtain an ink of Example 5-5 according to the invention. 



Surface-treated benzimidazolone pigment 


6.0% (in terms of solid content) 


Material D of the general formula (2) 


4.0% 


Surfynol 61 


0.5% 


Ethylene glycol mono-iso-propylether 


5.0% 


2-Pentanediol 


5.0% 


Emulsion A 


1 .0% (in terms of solid content) 


Emulsion 6 


1 .0% (in terms of solid content) 


Glycerin 


10.0% 


Triethanolamine 


0.8% 


Ion-exchanged water 


Balance 



[0591] (In Material D of the general formula (2), R is a mixture of 50% of n-hexyl group and 50% of 2-ethylhexyl 
group, both n 2 's are 0, both rn^s are 2, and both X' s are S0 3 Na. As Emulsions A and B there were used the same 
ones as used in Examples 5-1 and 5-2. The surface-treated pigment, triethanolamine and ion-exchanged water were 
partly incorporated in the ink composition in the form of surface-treated pigment dispersion.) 

<Example 5-6> 

(1) Preparation of surface-treated organic pigment 

[0592] In Example 5-6, an anthraquinone pigment (C.I. pigment yellow 147) was treated in the same manner as in 
the foregoing Example 5-4 to obtain a 15% surface-treated anthraquinone pigment dispersion. 
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(2) Preparation of ink for ink jet recording 

[0593] To 40 parts of the surface-treated anthraquinone pigment dispersion thus obtainedwere added gradually 4 
parts of Material E of the general formula (2), 0.5 part of Surfynol 465, 5 parts of Methylene glycol mono-n-butyl ether, 
5 5 parts of 1 ,2-hexanediol, 1 0 parts of glycerin, 1 part of Emulsion A, and ion-exchanged water with stirring to obtain 
an ink of Example 5-5 according to the invention. 



Surface-treated anthraquinone pigment 


6.0% (in terms of solid content) 


Material E of the general formula (2) 


2.0% 


Surfynol 465 


0.5% 


Triethylene glycol mono-n-butyl ether 


5.0% 


2-Hexanediol 


5.0% 


Emulsion A 


3.0% (in terms of solid content) 


Glycerin 


10.0% 


Tnethanolamine 


0.8% 


ion-exchanged water 


Balance 



[0594] (in Material b of the general formula (2), R is an n-hexyl group, n 2 is 4, m 2 is 2, and X is a hydrogen atom. 
20 As Emulsion A there was used the same one as used in Examples 5-1 . The surface-treated pigment, triethanolamine 
and ion-exchangco water were pnniy incorporated in the ink composition in the form of surface-treated pigment dis- 
persion.) 

<Example 5-7> 

25 

(1) Preparation of scrlncc-treatcd organic pigment 

[0595] In Examplo 5-7, a qjmacrxtone pigment (C.I. pigment red 122) was treated in the same manner as in the 
foregoing Examplo 5-4 to obtain a 15% surface-treated quinacridone pigment dispersion. 

30 

(2) Preparation of ink for ink jet recording 

[0596] The formulations of Example 5-6 were followed except that the surface-treated quinacridone pigment disper- 
sion was used instead of the surface-treated condensed azo pigment dispersion to obtain an ink of Example 5-7 ac- 
35 cording to the invention. 

[0597] The ink composrtton will be given below. 



Surlace-trcated quinacridone pigment 


6.0% (in terms of solid content) 


Material E of me general formula (2) 


2.0% 


Surfynol 465 


0.5% 


Triethylene glycol mono-n-butyl ether 


5.0% 


2-Hexanodiol 


5.0% 


Emulsion A 


3.0% (in terms of solid content) 


Glycerin 


10.0% 


Triethanolamine 


0.8% 


Ion-exchanged water 


Balance 



[0598] (In Material E of the general formula (2), R is an n-hexyl group, n 2 is 4, m 2 is 2, and X is a hydrogen atom. 
50 As Emulsion A there was used the same one as used in Examples 5-1 . The surface-treated pigment, triethanolamine 
and ion-exchanged water were partly incorporated in the ink composition in the form of surface-treated pigment dis- 
persion.) 

55 
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Comparative Example 5-1 > 

(1) Preparation of res in -dispersed carbon black pigment 

5 [0599] 8 parts of a styrene-acrylic acid copolymer resin (weight-average molecular weight: 7,000; acid value: 150), 
3 parts of triethanolamine, and 0.5 parts of isopropyl alcohol were completely dissolved in 73.5 parts of ion-exchanged 
water at a temperature of 70°C. Subsequently, to the solution were added 15 parts of carbon black ("RAVEN C", 
produced by Colombian Carbon Corp.). The mixture was premixed, and then subjected to dispersion by an Eiger mill 
(produced by Eiger Japan Co., Ltd.) (percent packing of bead: 70%; diameter of media: 0.7 mm) to obtain a 15% resin- 

10 dispersed carbon black pigment dispersion. 

(2) Preparation of ink for ink jet recording 

[0600] To 40 parts of the resin -dispersed carbon black pigment dispersion thus obtained were then added gradually 
is 1 part ol a nonionic surface active agent, 10 parts of glycerin, and ion-exchanged water with stirring to obtain an ink 
ol Comparative Example 5-1 according to the invention. 
[0601] The ink composition will be given below. 



Resin-dispersed carbon black pigment dispersion 


6.0% (in terms of solid content) 


Glycerin 


10.0% 


Triethanolamine 


1 .2% 


Isopropyl alcohol 


0.2% 


Dispersant 


3.2% 


Ion-exchanged water 


Balance 



[0602] (The carbon black pigment, triethanolamine, isopropyl alcohol, dispersant, and ion-exchanged water were 
partly incorporated in the ink composition in the form of pigment dispersion.) 

3(i Comparative Example 5-2> . 

(1) Preparation of resin-dispersed organic pigment 

[0603] In Comparative Example 5-2, a phthalocyanine pigment (C.I. pigment blue 15:3) was treated in the same 
35 manner as in the foregoing Comparative Example 5-1 to obtain a 15% resin-dispersed phthalocyanine pigment dis- 
persion. 

(2) Preparation of ink for ink jet recording 

40 [0604] To 40 parts of the resin-dispersed phthalocyanine pigment dispersion thus obtained were then added gradually 
1 part of a nonionic surface active agent, 10 parts of glycerin, and ion-exchangedwater with stirring to obtain an ink of 
Comparative Example 5-1 according to the invention. 
[0605] The ink composition will be given below. 



Resin-dispersed carbon black pigment dispersion 


6.0% (in terms of solid content) 


Glycerin 


10.0% 


Triethanolamine 


1.2% 


Isopropyl alcohol 


0.2% 


Dispersant 


3.2% 


Ion-exchanged water 


Balance 



[0606] (The phthalocyanine pigment, triethanolamine, isopropyl alcohol, dispersant, and ion-exchanged water were 
partly incorporated in the ink composition in the form of pigment dispersion.) 

55 
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Comparative Example 5-3> 

(1) Preparation of resin-dispersed organic pigment 

5 [0607] In Comparative Example 5-3, a water-soluble dye (Food Black 2) was used instead of the pigment. 

(2) Preparation of ink for ink jet recording 

[0S08] The foregoing water-soluble dye was made an ink according to the following formulations to obtain an ink of 
10 Comparative Example 5-3. 

[0609] The ink composition will be given below. 



Water-soluble dye (Food Black 2) 


6.0% (in terms of solid content) 


Glycerin 


10.0% 


Triethanolamine 


1 .2% 


Isopropyl alcohol 


0.2% 


Ion-exchanged water 


Balance 



20 (Printing test) 

[0610] The inks of the foregoing Examples 5 (Examples 5-1 to 5-7) and Comparative Examples 5 (Comparative 
Examples 5-1 to 5-3) were then subjected to printing test. The results of printing test are set forth in Table 6. Table 6 
shows the results of evaluation of bleeding developed when letters are printed as results of evaluation of printing. In 
25 Table 6, A indicates "extremely good", B indicates "good", C indicates "poor", and D indicates "extremely poor". 



Table 6 



35 





Example 5 


Comparative Example 5 


-1 


-2 


-3 


-4 


-5 


-6 


-7 


-1 


-2 


-3 


Conqueror 


A 


A 


A 


A 


A 


A 


A 


C 


C 


C 


Favorit 


A 


A 


A 


A 


A 


A 


A 


D 


D 


D 


Modo Copy 


A 


A 


A 


A 


A 


A 


A 


C 


D 


D 


Rapid Copy 


A 


A 


A 


A 


A 


A 


A 


C 


D 


D 


EPSON EPP 


A 


A 


A 


A 


A 


A 


A 


C 


C 


D 


Xerox P 


A 


A 


A 


A 


A 


A 


A 


C 


D 


D 


Xerox 4024 


A 


A 


A 


A 


A 


A 


A 


C 


D 


D 


Xerox 10 


A 


A 


A 


A 


A 


A 


A 


B 


D 


D 


Neenha Bond 


A 


A 


A 


A 


A 


A 


A 


C 


D 


D 


Ricopy 6200 


A 


A 


A 


A 


A 


A 


A 


B 


C 


D 


Yamayuri 


A 


A 


A 


A 


A 


A 


A 


D 


D 


D 


Xerox R 


A 


A 


A 


A 


A 


A 


A 


C 


D 


D 



[0611] As can be seen in the results of Table 6, the fifth ink provides a good print quality while the Ink as used in 
so Comparative Examples 5 (Comparative Examples 5-1 to 5-3) provide a poor print quality. 

[0612] As mentioned above, the fifth inkcan provide an inkfor Ink jet recording having a high quality and utility which 
causes lessened bleeding of printed image on a recording material such as paper. 

[0613] The fifth ink of the invention should not be construed as being limited to the foregoing examples, but various 
changes and modifications can be made therein without departing from the spirit and scope thereof. 

55 

[Embodiments of implication of ink set of the invention] 

[0614] Examples 6 (Examples 6-1 to 6-2) below are examples of the ink set of the inv ntion, and Comparative Ex- 
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amples 6 (Comparative Examples 6-1 to 6-2) below are examples for comparison with the ink set of the invention. 
[061 5] The various surf ace-treated particulat pigments used in the following Examples 6-1 and 6-2 will be collectively 
described hereinafter. 

5 * Surface-treated black particulate pigment: 

[0616] The same Surface-treated black particulate pigment as prepared in the foregoing Example 2-1 (1 ) was used. 
("Surface-treated black particulate pigment" having a dispersibility providing group introduced thereinto in an amount 
of 50 x 10" 6 equivalent per g of particulate pigment) 

10 

* Surface-treated yellow particulate pigment: 

[0617] The same Surface-treated yellow particulate pigment as prepared in the foregoing Example 2-5 (1) was used. 
("Surface-treated yellow particulate pigment" having a dispersibility providing group introduced thereinto in an amount 
is of 49 x 10 -6 equivalent per g of particulate pigment) 

* Surface-treated magenta particulate pigment: 

[0618] The same Surface- treated magenta particulate pigment as prepared in the foregoing Example 1-7 (1) was 
20 used. ("Surface-treated magenta particulate pigment" having a dispersibility providing group introduced thereinto in an 
amount of 35 x 10" 6 equivalent per g of particulate pigment) 

* Surface-treated cyan particulate pigment: 

25 [061 9] The same Surface-treated yellow particulate pigment as prepared in the foregoing Example 2-3(1) was used. 
("Surface-treated cyan particulate pigment" having a dispersibility providing group introduced thereinto in an amount 
of 58 x 10' 6 . equivalent per g of particulate pigment) 

* Preparation of surface-treated particulate orange pigment 

30 .. - - 

[0620] To 1 00 parts by weight of fuming sulfuric acid (S0 3 concentration: 25%) having a temperature of from 5°C to 
10°C were added 10 parts by weight of C.I. pigment orange 43 (perynone pigment) with stirring in 15 minutes. The 
mixture thus obtained was stirred at a temperature of from 70°C to 90°C for several hours, and then poured into ice- 
water. The resulting suspension was filtered, and then washed. The product thus obtained was then dried to obtain a 

35 surface-treated particulate orange pigment. (The surface-treated particulate orange pigment thus obtained was then 
determined for introduced amount of dispersibility providing group according to the method described in the foregoing 
Example 1 . The results were 23 x 1 rr 6 equivalent per g of particulate pigment.) 

* Preparation of surface-treated particulate green pigment 

40 

[0621] To 100 parts by weight of fuming sulfuric acid (S0 3 concentration: 25%) having a temperature of from 5°C to 
10°C were added 1 0 parts by weight of C.I. pigment green 7 (phthalocyanine pigment) with stirring in 15 minutes. The 
mixture thus obtained was allowed to undergo reaction at a temperature of 120°C with stirring for 6 hours, and then 
poured into ice-water. The resulting suspension was filtered, and then washed. The product thus obtained was then 
is dried to obtain a surface-treated particulate green pigment. (The surface-treated particulate green pigment thus ob- 
tained was then determined for introduced amount of dispersibility providing group according to the method described 
in the foregoing Example 1 . The results were 1 5 x 1 0" 6 equivalent per g of particulate pigment.) 

<Example 6-1 > 

so 

[0622] The following surface-treated particulate pigments were dispersed in the following liquid medium to obtain an 
ink set comprising four color ink compositions. 

55 
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* Surface-treated particulate pigment 
[0623] 



Foregoing surface-treated particulate 




black pigment 


8% by weight 


Foregoing surface-treated particulate 




yellow pigment 


6% by weight 


Foregoing surface-treated particulate 




magenta pigment 


6% by weight 


Foregoing surface-treated particulate 




cyan pigment 


6% by weight 



'5 * Liquid medium 



[0624] 





Surfynol 465 (produced by Air Products Co., Ltd.) 


1 .0% by weight 


20 


Diethylene glycol mono-n-butyl ether 


10% by weight 




Glycerin 


15% by weight 




1 ,2-Hexanediol 


2.5% by weight 




Triethanolamine 


1 .0% by weight 


25 


Ion-exchanged water 


Balance 



<Example 6-2> 



[0625] The following surface-treated particulate pigments were dispersed in the following liquid medium to obtain an 
30 ink set comprising six-color ink compositions. 

* Surface-treated particulate pigment 

[0626] 



Foregoing surface-treated particulate black pigment 


8% by weight 


Foregoing surface-treated particulate 




yellow pigment 


8% by weight 


Foregoing surface-treated particulate 




magenta pigment 


8% by weight 


Foregoing surface-treated particulate 




cyan pigment 


8% by weight 


Foregoing surface-treated particulate 




orange pigment 


6% by weight 


Foregoing surface-treated particulate 




green pigment 


6% by weight 



* Liquid medium 

50 

[0627] 



Surfynol 465 (produced by Air Products 




Co., Ltd.) 


1 .0% by weight 


Triethylene glycol mono-n-butyl ether 


7.5% by weight 


Glycerin 


15% by weight 


1 ,2-Pentanediol 


2.5% by weight 
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(continued) 




Triethanolamine 


0.9% by weight 


Ion-exchanged water 


Balance 



5 

Comparative Example 6-1 > 

[0628] An ink set was prepared in the same manner as in the foregoing Example 6-1 except that the surface-treated 
particulate pigment was replaced by a particulate pigment which had not been surface-treated. 

10 

Comparative Example 6-2> 

[0629] An ink set was prepared in the same manner as in the foregoing Example 6-2 except that the surface-treated 
particulate pigment was replaced by a particulate pigment which had not been surface-treated. 

15 

"Evaluation test on ink set" 

[0630] The inks of the foregoing Examples 6-1 and 6-2 and Comparative Examples 6-1 and 6-2 were then evaluated 
according to the methods described in the following Evaluations 1 to 3 and Evaluation 4. 
20 [0631] Printing was made on the following recording papers using a Type MJ700V2C ink Jet printer. 

(1) Glossy film for ink jet recording (produced by SEIKO EPSON CORPORATION) 

(2) Xerox P (produced by XEROX CO., LTD.) 

25 

< Evaluation 1 : Developability of red color> 

[0632] The magenta pigment ink and the yellow pigment ink of the ink set of the foregoing Examples 6-1 and 6-2 
and Comparative Examples 5-1 and 5-2 were mixed at a ratio of 0.5 : 0.5 to realize red color. The printed matter thus 
30 obtained was then measured for saturation. The results were then evaluated according to the following criterion. 

* Saturation is 80 or more: A 

* Saturation is from 70 to less than 80: B 

* Saturation is from 60 to less than 70: C 
. 35 * Saturation is less than 60: NG 

Evaluation 2: Developability of green color> 

[0633] The yellow pigment ink and the cyan pigment ink of the ink set of the foregoing Examples 6-1 and 6-2 and 
40 Comparative Examples 6-1 and 6-2 were mixed at a ratio of 0.6 : 0.4 to realize green color. The printed matter thus 
obtained was then measured for saturation. The results were then evaluated according to the following criterion. 

* Saturation is 80 or more: A 

* Saturation is from 70 to less than 80: B 
45 * Saturation is from 60 to less than 70: C 

* Saturation is less than 60: NG 

Evaluation 3: Developability of orange color> 

so [0634] The orange pigment ink and the magenta pigment ink of the ink set of the foregoing Examples 6-1 and 6-2 
and Comparative Examples 6-1 and 6-2 were mixed at a ratio of 0.9 : 0.1 to realize orange color. The printed matter 
thus obtained was then measured for saturation. The results were then evaluated according to the following criterion. 

* Saturation is 80 or more: A 

55 * Saturation is from 70 to less than 80: B 

* Saturation is from 60 to less than 70: C 

* Saturation is less than 60: NG 



BNSOOCID: <EP 11222B6A1J_> 



75 



) 



EP1 122 286 A1 

<Evaluation 4: Ink storage stability> 

[0635] The inks of the foregoing Examples 6-1 and 6-2 and Comparative Examples 6-1 and 6-2 were allowed to 
stand "at a temperature ol 60C for 1 week and then at a temperature of-20°C for 1 week", and then examined for 
5 viscosity change between before and after storage. The results were then evaluated according to the following criterion . 

* Change of viscosity of ink sets: 0.5 mPa-s or less A 

* Change of viscosity of ink sets: More than 0.5 mPa-s NG 

10 [0636] The results of evaluation of the ink sets of Examples 6-1 and 6-2 and Comparative Examples 6-1 and 6-2 are 
set forth in Table 7. 

15 
20 
25 
30 

35 

40 
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50 
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[0637] As can be seen in Table 7 above, the ink set of Example 6-1 comprising a surface-treated particulate pigment 
according to the invention provides better color developability than that comprising a particulate pigment which is not 
surface-treated (Comparative Example 6-1). It was further made clear that the ink set of Example 6-2 according to the 
invention provides further improvement of color developability. The inks according to the invention exhibit a high storage 
5 stability. 

[Embodiments of implication of ink cartridge of the invention] 

[0638] Examples 7 (Examples 7-1 to 7-10) below are examples of the ink cartridge of the invention, and Comparative 
10 Examples 7 (Comparative Examples 7-1 to 7-2) below are examples for comparison with the ink cartridge of the in- 
vention. 

<Examples of preparation of cartridge for ink jet recording ink> 

J5 (1) Preparation of ink impregnating foam 

[0639] The ink impregnating foams to be used in the following Examples 7 (Examples 7-1 to 7-10) and Comparative 
Examples 7 (Comparative Examples 7-1 to 7-2) were prepared according to the formulations set forth in Table 8. 



Table 8 



Foam 


F1 


F2 


F3 


F4 


F5 


Polyether polyol (Note 1) 


100 


100 


100 


100 


100 


Isocyanate 
Tolylene diisocyanate 
Xylylene diisocyanate 


100 


100 


100 


100 


100 


Catalyst 

Stannous octylate 
Dibutyltin dilaurate 
N-ethyl morpholine 


0.08 
0.6 


0.01 
0.5 


0.2 


0.005 
0.5 


024 


Foaming agent: water 


3.5 


3 


5 


3 


5 


Foam stabilizer (Note 2) 


1 




1 




1 



(Note 1): Glycerin-based polypropylene glycol (MW:3,Q00) 

(Note 2) : SF2961 , produced by Toshiba Dow Coming Silicone Co.. Ltd. 



[0640] In some detail, all the components except the isocyanate component were mixed with stirring. To the mixture 
was then added the isocyanate component. The mixture was then stirred. The mixture was entirely put in a proper 
40 vessel which was then heated to a temperature of 1 40°C for 1 0 minutes to cause foaming by which a urethane foam 
was obtained. 

[0641] The urethane foam was then cut into a rectangular shape (30 mm x 30 mm x 20 mm). The urethane form 
thus cut was then sealed in a vessel. The air in the vessel was then replaced by a mixture of oxygen and hydrogen 
(ratio of oxygen to hydrogen = about 1 : 2; pressure: 9.8 x 1 0 4 Pa). The gas was then ignited to cause melting by which 
45 ink impregnating foams "F1 to F5". 

(2) Preparation of cartridge for ink jet recording ink 

[0642] As shown in an exploded view of Fig. 1 , the ink impregnating foams F1 to F5 (1 1 1 ) were each compressed 
50 and packed into a lower case made of polypropylene (101). An upper case made of polypropylene (102) was then 
heat-fused to the lower case to prepare a cartridge for ink jet recording ink. A filter (122) was provided inside a feed 
port (121) formed at the bottom of the lower case. 1 5 g of the ink described in Example 7 or Comparative Example 7 
as described later was then injected into the case from a syringe through venting holes. (1 03). The assembly was then 
allowed to stand at ordinary temperature for 1 day so that the ink was uniformly dispersed in the foam to obtain a 
55 cartridge for ink jet recording ink. The cartridges for ink jet recording ink filled with the ink impregnating foams F1 to 
F5 will be hereinafter referred to as "Cartridges C1 to C5", respectively. 
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<Method for the measurement of amount of sulfuric acid ion, polyvalent metal ion (= metal ion from organic metal 
compound catalyst + other polyvalent metal ion) and metal Ion from organic metal compound catalyst)> 

[0643] The amount of sulf uricacidion , total amount of polyvalent metal ions (= amount of metal ion from organic metal 
5 jon compound + amount of other polyvalent metal ions) and amount of metal ion (tin ion) from organic metal compound 
catalyst defined in the following Example 7 and Comparative Example 7 were determined by the following methods. 

(1) Separation of liquid component 

10 [0644] A required amount of the ink was withdrawn from the ink cartridges prepared in Examples 7 or Comparative 
Examples 7 through the venting hole using a syringe, and then subjected to centrifuging by a centrifugal ultrafiltrating 
apparatus (C-15. produced by Millipore Inc.). As a filter there was used a Type NMWL10000 filter The centrifuging 
was effected at 2. 500 G for 60 minutes. The resulting filtrate was then determined for amount of sulfuric acid ion, 
polyvalent melal ion and metal ion (tin ion) by the following methods. 

15 

(2) Determination ol sulfunc acid ion 

[0645] 10 mg of the fittratc whs subjected to combustion by oxygen flask method, and then absorbed by a 0.2% 
aqueous solution ol mine ncid which was then subjected to ion chromatography (column: ionPacAS12A; DX-500, 
20 produced by Nippon Diune* Cotp ) 

(3) Determination ol iomi nmouni ol polyvalent metal ions 

[0646] 1 0 mg of the fit; rate was subjected to oxygen flask combustion method, and then absorbed by a 0.2% aqueous 
25 solution of nitric acid which was thon determined for total amount of polyvalent metal ions by ion chromatography as 
in the foregoing dauso (2) 

(4) Determination of amount of moul ion (tin ion) from organic metal compound catalyst 

30 [0647] 1 0 mg.of the lit:ratc was subjected to oxygen flask combustion method, and then absorbed by a 0.2% aqueous 
solution of nitric acid which was then determined for amount of metal ion from organic metal compound (tin ion if as a 
catalyst there is used an organic im compound: organic tin compound is used in the present examples (see Table 8)) 
by ion chromatography as in the foregoing clause (2). 

35 <Example 7-1> 

(1 ) Surface-treated pigment: carbon black 

[0648] The same surface-troatcd carbon black pigment as prepared in the foregoing Example 1-1 (1) was used. 
40 Accordingly, the introduced amount of dispersibility providing group was 50 x 1 0" 6 equivalent as calculated in terms of 
sulfonic acid group per g of pigment. 

(2) Ink for ink jet recording 

45 [0649] The same Ink pigment as prepared in the foregoing Example 1 -1 (2) was used. Accordingly, referring to phys- 
ical properties, the ink exhibited a /eta-potential of 43 mV (absolute value), a viscosity of 4.7 mPa-s, and surface 
tension of 32 mN/m. 

(3) Preparation of ink jet cartridge 

so 

[0650] The ink of the foregoing Example 7-1 (2) was injected into Cartridge C4 described in the foregoing clause 
"Examples of preparation of cartridge for ink jet recording ink" from a syringe through the venting hole to obtain an ink 
cartridge to be used in Example 7-1 . 

55 (4) Determination of amount of S0 4 2 ', total amount of polyvalent metal ions and amount of tin ion 

[0651] Measurement was made according to the determination method described in the foregoing clause "Method 
for th measurement of amount of sulfuric acid ion, polyvalent metal ion (= metal ion from organic metal compound 
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catalyst 4- other polyvalent metal ion) and metal ion from organic metal compound catalyst)". The amount of S0 4 2 " was 
1 ,480 ppm, the total amount of polyvalent metal ions was 800 ppm, and the amount of tin ion was 20 ppm. 

(5) Printing test 

5 

[0652] As an Inkjet recording process printerthere was used a Type MJ-5000C printer (produced by SEIKO EPSON 
CORPORATION) which was then loaded with the ink cartridge prepared in the foregoing Example 7-1 (3) . As an ordinary 
neutral paper there was used Xerox P (produced by Fuji Xerox Co., Ltd.). As an ordinary acidic paper there was used 
EPP (produced by SEIKO EPSON CORPORATION). As a regenerated paper there was used Xerox R (produced by 

10 Fuji Xerox Co., Ltd.). Printing was then made on these papers. (The results of this test will be hereinafter referred to 
as "initial test results".) The printer was then switched off. After a week, printing test was made under the same con- 
ditions as mentioned above. (The results of this test will be hereinafter referred to as "results of test after one week".) 
[0653] The results of printing test (initial test results) show that ai! the printed images thus obtained had little or no 
irregular bleeding and thus are good image having a high print density. The drying time required until the ink when 

15 solid-printed penetrates into the paper to disappear was less than 2 seconds regardless of the kind of the paper used. 
Thus, the ink exhibited a good dryability. Throughout the printing test, the ink showed no dot drop and bent frying, 
demonstrating that printing is effected very securely. (-» Evaluation M A") 

[0654] The printer was then switched off. After one week, the printing test was made under the same conditions as 
mentioned above. As a result, printing began simultaneously wilh the input of print signal to the printer. There was 
20 confirmed no defectives such as clogging of the ink ejection nozzle. (-> Evaluation "A") 

(6) Ink storage stability test 

[0655] The ink cartridge prepared in the foregoing Example 7-1 (3) was then allowed to stand at 60°C for 1 week or 
25 at -20°C for 1 week. The sample was examined for occurrence of foreign matters in the ink and change of physical 
properties (viscosity, surface tension between before and after storage. The evaluation of occurrence of foreign matters 
was accomplished by filtering the ink through a twill-woven metallic filter having a pore size of 25 u.m, and then observing 
the amount of foreign matters left on the filter under a microscope. 

[0656] The results of ink storage stability test show that there were confirmed little or no occurrence of foreign matters 
30 and change of physical properties (viscosity, surface tension) under any conditions; demonstrating that the ink has a 
good storage stability. (~» Evaluation "A") 

<Exampie 7-2> 

35 (1) Surface-treated pigment: carbon black 

[0657] The same surface-treated carbon black pigment as prepared in the foregoing Example 1-2 (1) was used. 
Accordingly, the introduced amount of dispersibility providing group was 41 x 1 0" 6 equivalent as calculated in terms of 
sulfonic acid group per g of pigment. 

40 

(2) ink for ink jet recording 

[0658] The same ink pigment as prepared in the foregoing Example 1 -2 (2) was used. Accordingly, referring to phys- 
ical properties, the ink exhibited a zeta-potential of 39 mV (absolute value), a viscosity of 4.2 mPa-s, and surface 
45 tension of 33 mN/m. 

(3) Preparation of ink cartridge 

[0659] The ink of the foregoing Example 7-2 (2) was injected into Cartridge C4 described in the foregoing clause 
50 "Examples of preparation of cartridge for ink jet recording ink" from a syringe through the venting hole to obtain an ink 
cartridge to be used in Example 7-2. 

(4) Determination of amount of S0 4 2 *, total amount of polyvalent metal ions and amount of tin ion 

55 [0660] Measurement was made according to the determination method described in the foregoing clause "Method 
for th measurement of amount of sulfuric acid ion, polyvalent metal ion (= metal ion from organic metal compound 
catalyst + other polyvalent metal ion) and metal ion from organic metal compound catalyst)". The amount of S0 4 2 " was 
1 ,920 ppm, the total amount of polyvalent metal ions was 880 ppm, and the amount of tin ion was 10 ppm. 
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(5) Printing test 

[0661] The ink cartridge of Example 7-2 was subjected to printing test in the same manner as in the foregoing Example 
7-1 (5). The initial test results were the same as that of the foregoing Example 7-1 (Evaluation "A") . The printer was 
switched off, and then allowed to stand. After one week, the printing test was effected under the same conditions as 
mentioned above. When a print signal was inputted to the printer to start printing, clogging occurred in some nozzles. 
Therefore, printing was suspended for cleaning. In Example 7-2, printing was returned to normal state after two oper- 
ations of cleaning. Thus, this ink cartridge has no practical problem. (Results of test after one week -> Evaluation "B") 

(6) Ink storage stability test 

[0662] The ink cartridge of Example 7-2 was subjected to storage stability test in the same manner as in the foregoing 
Example 7-1 (6). As a result, there were observed little or no change of viscosity between before and after storage 
under any conditions, but some foreign matters were observed left on the filter (Evaluation "B"). 

<Example 7-3> 

(1) Surface-treated pigment 

[0663] In Example 7-3, the same surface-treated carbon black pigment as used in the foregoing Example 7-1 (1) 
was used. Accordingly, the amount of the sulfonic acid group introduced in the surface-treated carbon black pigment 
was 50 x 1 0" 6 equivalent per g of pigment. 

(2) Preparation of ink for ink jet recording 

[0664] In Example 7-3, the same surface-treated carbon black pigment as obtained in the foregoing Example 7-1 
(1) was used. As penetrating agents there were used Surfynol 465 (produced by Air Products Inc.) , which is an acet- 
ylene glycol-based surface active agent, and propylene glycol mono-t-butyl ether, which is a glycol ether. The specific 
composition will be given below. 



Surface-treated carbon black pigment of Example 7-1 (1) 


6.0% (in terms of solid content) 


Surfynol 465 


1.0% 


Propylene glycol mono-t-butyl ether 


5.0% 


Glycerin 


15.0% 


1 ,5-Pentanediol 


2.5% 


2-Pyrrolidone 


5.0% 


Monoethanolamine 


0.8% 


Ion-exchanged water 


Balance 



[0665] The preparation procedure was as follows. 

[0666] To the surface-treated carbon black pigment obtained in the foregoing Example 7-1 (1) were then added ion- 
exchanged water andmonoethanolamine so that the dispersibility providing group was subjected to ionic dissociation. 
Thereafter, to the surface-treated carbon black pigment solution prepared previously was added gradually a mixture 
of Surfynol 465, propylene glycol mono-t-butyl ether, glycerin, 2-pyrrolidone and 1 ,5-pentanediol which had been pre- 
pared in a separate vessel with stirring to obtain the ink of Example 7-3 according to the Invention. 
[0667] The ink thus obtained exhibited a z eta-potential of 42 mV (absolute value), a viscosity of 4.1 rnPa-s, and a 
surface tension of 33 mN/m. 

(3) Preparation of ink cartridge 

[0668] The ink prepared in the foregoing Example 7-3 (2) was injected into Cartridge C3 described in the foregoing 
clause "Examples of preparation of cartridge for ink jet recording ink" from a syringe through the venting hole to obtain 
an ink cartridge to be used in Example 7-3. 

(4) Determination of amount of S0 4 2 *, total amount of polyvalent metal ions and amount of tin ion 

[0669] Measurement was made according to the determination method described in the foregoing clause "Method 
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for the measurement of amount of sulfuric acid ion, polyvalent metal ion (= metal ion from organic metal compound 
catalyst + other polyvalent metal ion) and metal ion from organic metal compound catalyst)". The amount of S0 4 2_ was 
1 ,350 ppm, the total amount of polyvalent metal ions was 820 ppm, and the amount of tin ion was 150 ppm. 

5 (5) Printing test 

[0670] The ink cartridge was subjected to printing test in the same manner as in the foregoing Example 7-1 (5). The 
results of printing test were the same as that of the foregoing Example 7-2. (Initial test results: Evaluation "A"; results 
of test after one week: Evaluation "B") 

10 

(6) Ink storage stability test 

[0671 ] The ink cartridge was subjected to storage stability test in the same manner as in the foregoing Example 7-1 
(6). The results of ink storage stability test were the same as that of the foregoing Example 7-2 (Evaluation "B"). 

15 

<Example 7-4> 

(1 ) Surface-treated pigment 

20 [0672] In Exetmyle 7-4 the j>hi no surface-treated particulate carbon black pigment as used in the foregoing Example 
7-1 was used. Acco'dm^y the amount of the sulfonic acid group introduced in the surface-treated pigment was 50 x 
1 0* 6 equivalent per g o! pigment 

(2) Preparation of ink for trk jet recording 

25 

[0673] In Example 7-& tho mk prepared in the foregoing Example 7-3 (2) was used. Accordingly, the inkthus obtained 
exhibited a zeta-potential ol 42 mV (absolute value) , a viscosity of 4.2 mPa-s, and a surface tension of 32 mN/m. 

(3) Preparation of ink cartridge 
30 ~ 

[0674] The ink prepared in the foregoing Example 7-4 (2) was injected into Cartridge C1 described in the foregoing 
clause "Examples of preparation of cartridge for Inkjet recording ink" from a syringe through the venting hole to obtain 
an ink cartridge to be used in Example 7-4. 

35 (4) Determination of amount of S0 4 2 -, total amount of polyvalent metal ions and amount-of tin ion 

[0675] Determination was effected in the same manner as in the foregoing Example 7-1 (4). As a result, the amount 
of S0 4 2 - was 1 ,250 ppm. the total amount of polyvalent metal ions was 720 ppm, and the amount of tin ion was 90 ppm. 

40 (5) Printing test 

[0676] Printing test was effected in the same manner as in the foregoing Example 7-1 (5) . As a result, the printed 
image thus obtained underwent some bleeding but had a high print density. Thus : the printed image had no practical 
problems. The drying time required until the ink when solid-printed penetrates into the paper to disappear was less 
45 than 2 seconds regardless of the kind of the paper used. Thus, the Ink exhibited a very good dryability. Throughout 
the printing test, the ink showed no dot drop but underwent some disturb due to bent frying. However, the degree of 
disturb was acceptable. (-» Evaluation "B") The results of test after one week was the same as that of the foregoing 
Example 7-1 (Evaluation "A"). 

50 (6) Ink storage stability test 

[0677] Ink storage stability test was effected in the same manner as in the foregoing Example 7-1 (6) . The results 
of ink storage stability test were the same as that of the foregoing Example 7-2 (Evaluation "B"). 
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<Comparative Example 7-1 > 

(1) Surface-treated pigment: carbon black 

5 [0678] The same surface-treated carbon black pigment as prepared in the foregoing Comparative Example 1 -1 was 
used. Accordingly, the amount of the dispersibiiity providing group introduced in the surface-treated pigment was 8.5 
x 1 0' 6 equivalent per g of pigment as calculated in terms of sulfonic acid group. 

(2) Ink for ink jet recording 

w 

[0679] In Comparative Example 7-1, the ink prepared in the foregoing Comparative Example 1-1 (2) was used. 
Accordingly, the ink thus obtained exhibited a zeta-potential of 28 mV (absolute value), a viscosity of 4.0 mPa-s, and 
a surface tension of 32 mN/m. 

'5 (3) Preparation of ink cartridge 

[0680] The ink prepared in the foregoing Comparative Example 7-1 (2) was injected into Cartridge C4 described in 
the foregoing clause "Examples of preparation of cartridge for ink jet recording ink" from a syringe through the venting 
hole lo oblain an ink cartridge to be used in Example 7-1 . 

20 - 

(4) Determination of amount of S0 4 2 ', total amount of polyvalent metal ions and amount of tin ion 

[0681] Determination was effected in the same manner as in the foregoing Example 7-1 (4). As a result, the amount 
of S0 4 2 ' was 2,320 ppm, the total amount of polyvalent metal ions was 660 ppm, and the amount of tin ion was 50 ppm. 

25 

(5) Printing test 

[0682] Printing test was effected in the same manner as in the foregoing Example 7-1 (5). As a result, all the printed 
images thus obtained were observed to have bleeding and showed a lower print density than that of Example 7-2. The 

30 drying time required until the ink when solid-printed penetrates into the paper to disappear was less than 2 seconds 
regardless of the kind of the paper used. Thus, the ink exhibited a very good dryability. Dot drop occurred during printing 
on a sheet of the recording paper. The resulting printed matter was rough. (-» Evaluation "C") 
[0683] The printer was switched off. After one week, the printing test was effected under the same conditions as 
mentioned above. As a result, when a print signal was inputted to the printer, clogging occurred in many ink ejection 

35 nozzles. Cleaning was then effected five times. However, the ink was not properly ejected from all the ink ejection 
nozzles. (-» Evaluation "C") 

(6) Ink storage stability test 

40 [0684] Ink storage stability test was effected in the same manner as in the foregoing Example 7-1 (6). The results 
of ink storage stability test show that foreign matters occurred and the viscosity of the ink increased under any condi- 
tions, making it impossible to obtain a good storage stability. (-» Evaluation "C") 

<Example 7-5> 

45 

(1) Surface-treated pigment: C.I. pigment blue 15 : 3 

[0685] The same surface-treated phthalocyanine pigment as prepared in the foregoing Example 1-3 (1 ) was used. 
Accordingly, the amount of the dispersibiiity providing group introduced in the surface-treated pigment was 58 x 10" 6 
so equivalent per g of pigment as calculated in terms of sulfonic acid group. 

(2) Ink for ink jet recording 

[0686] In Example 7-5, the ink prepared in the foregoing Example 1-3 was used. Accordingly, the ink thus obtained 
55 exhibited a zeta-potential of 56 mV (absolute value) , a viscosity of 3.9 mPa-s, and a surface tension of 29 mN/m. 
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(3) Preparation of ink cartridge 

[0687] The ink prepared in the foregoing Example 7-5 (2) was injected into Cartridge C1 described in the foregoing 
clause "Examples of preparation of cartridge for ink jet recording ink" from a syringe through the venting hole to obtain 
5 an ink cartridge to be used in Example 7-5. 

(4) Determination of amount of S0 4 2 *, total amount of polyvalent metal ions and amount of tin ion 

[0688] Determination was effected in the same manner as in the foregoing Example 7-1 (4). As a result, the amount 
10 of S0 4 2 " was 1 ,420 ppm, the total amount of polyvalent metal ions was 610 ppm, and the amount of tin ion was 1 00 ppm. 

(5) Printing test 

[0689] Printing test was effected in the same manner as in the foregoing Example 7-1 (5). Both the initial test results 
15 and the results of test after one week were the same as that of the foregoing Example 7-1 . (Initial test results: Evaluation 
"A"; results of test after one week: Evaluation U A") 

(6) Ink storage stability test 

20 [0690] Ink storage stability test was effected in the same manner as in the foregoing Example 7-1 (6). The results 
of ink storage stability test were the same as that of the foregoing Example 7-1 (Evaluation "A"). 

< Example 7-6> 

25 (1) Surface-treated pigment 

[0691] In Example 7-6, the same surface-treated particulate phthalocyanine pigment as prepared in the foregoing 
Example 7-5 (1) was used. Accordingly, the amount of the dispersibility providing group introduced in the surface- 
treated pigment was 58 x 10r 6 equivalent per g of pigment as calculated in terms of sulfonic acid group. 

30 

(2) Ink for ink jet recording 

[0692] In Example 7-6, the ink prepared in the foregoing Example 1-4 was used. Accordingly, the ink thus obtained 
exhibited a zeta-potential of 58 mV (absolute value) , a viscosity of 4.0 mPa-s, and a surface tension of 29 mN/m. 

35 

(3) Preparation of ink cartridge 

[0693] The ink prepared in the foregoing Example 7-6 (2) was injected into Cartridge C5 described in the foregoing 
clause "Examples of preparation of cartridge for ink jet recording ink" from a syringe through the venting hole to obtain 
40 an ink cartridge to be used in Example 7-6. 

(4) Determination of amount of SO/-, total amount of polyvalent metal ions and amount of tin ion 

[0694] Determination was effected in the same manner as in the foregoing Example 7-1 (4). As a result, the amount 
45 of S0 4 2 " was 1 ,320 ppm, the total amount of polyvalent metal ions was 820 ppm, and the amount of tin ion was 260 ppm. 

(5) Printing test 

[0695] Printing test was effected in the same manner as in the foregoing Example 7-1 (5). The results of printing test 
50 were the same as that of the foregoing Example 7-2. (Initial test results: Evaluation "A"; results of test after one week: 
Evaluation "B") 

(6) ink storage stability test 

55 [0696] Ink storage stability test was effected in the same manner as in the foregoing Example 7-1 (6). The results 
of ink storage stability test were the same as that of the foregoing Example 7-2 (Evaluation n B"). 
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Comparative Example 7-2> 

(1) Surface-treated pigment: C.I. pigment blue 15:3 

5 [0697] The same surface-treated phthalocyanine pigment as prepared in the foregoing Comparativ Example 1-2 

(1) was used. Accordingly, the amount of the dispersibility providing group introduced in the surface-treated pigment 
was 6 x 10 -6 equivalent per g of pigment as calculated in terms of sulfonic acid group. 

(2) Ink for ink jet recording 

10 

[0698] In Comparative Example 7-2, the ink prepared in the foregoing Comparative Example 1-2 (2) was used. 
Accordingly, the ink thus obtained exhibited a zeta-potential of 24 mV (absolute value), a viscosity of 4.1 mpa-s, and 
a surface tension of 31 mN/m. 

15 (3) Preparation of ink cartridge 

[0699] The ink prepared in the foregoing Comparative Example 7-2 (2) was injected into Cartridge C5 described in 
the foregoing clause "Examples of preparation of cartridge for ink jet recording ink" from a syringe through the venting 
hole to obtain an ink cartridge to be used in Comparative Example 6-2. 

20 

(4) Determination of amount of S0 4 2 ', total amount of polyvalent metal ions and amount of tin ion 

[0700] Determination was effected in the same manner as in the foregoing Example 7-1 (6). As a result, the amount 
of S0 4 2 ' was 2,71 0 ppm, the total amount of polyvalent metal ions was 830 ppm, and the amount of tin ion was 280 ppm. 

25 

(5) Printing test 

[0701] Printing test was effected in the same manner as in the foregoing Example 7-1 (5). The results of printing test 
were the same as that of the foregoing Comparative Example 7-1. (Initial test results: Evaluation n C"; results of test 
30, after one week: Evaluation "C") 

(6) Ink storage stability test 

[0702] Ink storage stability test was effected in the same manner as in the foregoing Example 7-1 (6). The results 
35 of ink storage stability test were the same as that of the foregoing Comparative Example 7-1 (Evaluation "C"). 

< Example 7-7> 

(1) Surface-treated pigment: C.I. pigment yellow 110 

40 

[0703] The same surface-treated isoindolinone pigment as prepared in the foregoing Example 1-6 was used. Ac- 
cordingly, the amount of the dispersibility providing group introduced in the surface-treated pigment was 49 x 10 -6 
equivalent per g of pigment as calculated in terms of sulfonic acid group. 

45 (2) Ink for ink jet recording 

[0704] In Example 7-7, the ink prepared in the foregoing Example 1 -6 (2) was used. Accordingly, the ink thus obtained 
exhibited a zeta-potential of 53 mV (absolute value) , a viscosity of 4.4 mPa-s, and a surface tension of 29 mN/m. 

50 (3) Preparation of ink cartridge 

[0705] The ink prepared in the foregoing Example 7-7 (2) was injected into Cartridge C4 described in the foregoing 
clause "Examples of preparation of cartridge for ink jet recording ink" from a syringe through the venting hole to obtain 
an ink cartridge to be used in Example 7-7. 

55 

(4) Determination of amount of S0 4 2 *, total amount of polyvalent metal ions and amount of tin ion 

[0706] Determination was effected in the same manner as in the foregoing Example 7-1 (4). As a result, the amount 
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of S0 4 2 ' was 1 ,1 70 ppm, the total amount of polyvalent metal ions was 850 ppm, and the amount of tin ion was 30 ppm. 

(5) Printing test 

5 [0707] Printing test was effected in the same manner as in the foregoing Example 7-1 (5). The results of printing test 
were the same as that of the foregoing Example 7-2. (Initial test results: Evaluation "A"; results of test after one week: 
Evaluation "B") 

(6) Ink storage stability test 

10 

[0708] Ink storage stability test was effected in the same manner as in the foregoing Example 7-1 (6). The results 
of ink storage stability test were the same as that of the foregoing Example 7-2 (Evaluation "B"). 

<Example 7-8> 

75 

(1) Surface-treated pigment 

[0709] In Example 7-8, the same surface-treated isoindolinone pigment as prepared in the foregoing Example 7-7 

(1) was used. Accordingly, the amount of the dispersibilily providing group introduced in the surface-treated pigment 
20 was 49 x 10* 6 equivalent per g of pigment as calculated in terms of sulfonic acid group. 

(2) Preparation of ink for ink jet recording 

[0710] In Example 7-8, to the surface-treated isoindolinone pigment prepared in the foregoing Example 7-7 (1 ) were 
25 then addedion-exchanged water and ammonia so that the dispersibility providing group was subjected to ionic disso- 
ciation. Thereafter, to the surface-treated isoindolinone pigment solution prepared previously was added gradually a 
mixture of Surfynol 465, glycerin, polyoxyethylene (PO=8) nonyl phenyl ether, 1,5-pentanediol, propanol, and urea 
which had been prepared in a separate vessel with stirring to obtain the ink of Example 7-8 according to the invention. 
The specific ink composition will be given below. 
30 .. - - ■■ - ■ " - 



Surface-treated isoindolinone pigment of Example 7-7 (1) 


7.0% (in terms of solid content) 


Surfynol 465 


2.0% 


Glycerin 


12.0% 


Polyoxyethylene (PO=8) nonyl phenyl ether 


0.2% 


1 ,5-Pentanediol 


5.0% 


Propanol 


3.0% 


Ammonia (28% aqueous solution) 


0.2% 


Urea 


3.0% 


Ion-exchanged water 


Balance 



[0711] The ink thus obtained exhibited a zeta-potential of 53 mV (absolute value), a viscosity of 4.5 mPa-s, and a 
surface tension of 29 mN/m. 

45 (3) Preparation of ink cartridge 

[071 2] The ink prepared in the foregoing Example 7-8 (2) was injected into Cartridge C4 described in the foregoing 
clause "Examples of preparation of cartridge for ink jet recording ink" from a syringe through the venting hole to obtain 
an ink cartridge to be used in Example 7-8. 

so 

(4) Determination of amount of S0 4 2_ , total amount of polyvalent metal ions and amount of tin ion 

[071 3] Determi nation was effected in the same manner as in the foregoing Example 7-1 (4). As a result, the amount 
of S0 4 2 * was 1 ,1 30 ppm, the total amount of polyvalent metal ions was 830 ppm, and the amount of tin ion was 20 ppm. 

55 
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(5) Printing test 

[071 4] Printing test was effected in the same manner as in the foregoing Example 7-1 (5). The initial test results were 
the same as that of the foregoing Example 7-1 (Evaluation "A"). The results of test after one week were the same as 
5 that of the foregoing Example 7-2 except that cleaning was effected four times (Evaluation a B'). 

(6) Ink storage stability test 

[0715] Ink storage stability test was effected in the same manner as in the foregoing Example 7-1 (6). The results 
10 of ink storage stability test were the same as that of the foregoing Example 7-2 (Evaluation "B"). 

<Example 7-9> 

(1) Preparation of surface-treated pigment: C.I. pigment red 122 

15 

[0716] 20 parts of a dimethyl quinacridone pigment (C.I. pigment red 122) were mixed with 500 parts of quinoline. 
The mixture was then subjected to dispersion by a Type M250 Eiger motor mill (produced by Elger Japan K. K.) at a 
percent bead packing of 70% and a rotary speed of 5,000 rpm for 2 hours. The mixture of a pigment paste and a solvent 
thus dispersed was transferred into an evaporator where it was then heated to a temperature of 120°C at a pressure 

20 of 30 mmHg or iess so that the water content in the system was distilled off as much as possible. The reaction system 
was then controlled to a temperature of 1 60°C . Subsequently, to the reaction solution was added 20 parts of sulfonated 
pyridine complex as a reaction agent. The reaction mixture was then allowed to undergo reaction for 4 hours. After the 
termination of reaction, the reaction product was washed with excessive quinoline several times, poured into water, 
and then filtered to obtain a surface-treated particulate dimethyl quinacridone pigment. 

25 [0717] The amount of the dispersibility providing group introduced in the surface-treated dimethyl quinacridone pig- 
ment was 35 x 1 0' 6 equivalent per g of pigment as calculated in terms of sulfonic acid group. 

(2) Preparation of ink for ink jet recording 

30 [0718] In Example 7-9, as ^penetrating agent there was used Surfynol 465 (produced-by Air Products Co., Ltd.), 
which is an acetylene glycol-based surface active agent. The specific ink composition will be given below 



Surface-treated dimethyl quinacridone pigment of Example 7-9(1) 


7.0% (in terms of solid content) 


Surfynol 465 


2.0% 


Glycerin 


12.0% 


Polyoxyethylene (PO=8) nonyl phenyl ether 


0.2% 


1 ,5-Pentanediol 


5.0% 


Propanol 


3.0% 


Ammonia (28% aqueous solution) 


0.2% 


Urea 


3.0% 


Ion-exchanged water 


Balance 



[0719] The preparation procedure was as follows. 

[0720] To the surface-treated dimethyl quinacridone pigment prepared in the foregoing Example 7-9 (1) were then 
added ion-exchanged water and ammonia so that the dispersibility providing group was subjected to ionic dissociation. 
Thereafter, to the surface-treated dimethyl quinacridone pigment solution prepared previously was added gradually a 
mixture of Surfynol 465, glycerin, polyoxyethylene (PO=8) nonyl phenyl ether, 1,5-pentanediol, propanol, and urea 
which had been prepared in a separate vessel with stirring to obtain the ink of Example 6-9 according to the invention. 
[0721] The ink thus obtained exhibited a zeta-potential of 48 mV (absolute value), a viscosity of 4.6 mPa-s, and a 
surface tension of 30 mN/m. 

(3) Preparation of ink cartridge 

[0722] The ink prepared in the foregoing Example 7-9 (2) was injected into Cartridge C5 described in the foregoing 
clause "Examples of preparation of cartridge for ink jet recording ink" from a syringe through the venting hole to obtain 
an ink cartridge to be used in Example 7-9. 
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(4) Determination of amount of SQ 4 2 \ total amount of polyvalent metal ions and amount of tin ion 

[0723] Determination was effected in the same manner as in the foregoing Example 7-1 (4). As a result, the amount 
of S0 4 2 * was 730 ppm, the total amount of polyvalent metal ions was 770 ppm, and the amount of tin ion was 21 0 ppm. 

5 

(5) Printing test 

[0724] Printing test was effected in the same manner as in the foregoing Example 7-1 (5). The results of printing test 
were the same as that of the foregoing Example 7-1 . (Initial test results: Evaluation "A"; results of test after one week: 
10 Evaluation "A"). 

(6) Ink storage stability test 

[0725] Ink storage stability test was effected in the same manner as in the foregoing Example 7-1 (6). The results 
*5 of ink storage stability test were the same as that of the foregoing Example 7-1 (Evaluation "A"). 

<Example 7-1 0> 

(1) Surface-treated pigment 

20 

[0726] In Example 7-1 0, the same surface-treated dimethyl quinacridone pigment as prepared in the foregoing Ex- 
ample 7-9 (1) was used. Accordingly, the amount of the dispersibility providing group introduced in the surface-treated 
pigment was 35 x 10" 6 equivalent per g of pigment as calculated in terms of sulfonic acid group. 

25 (2) Preparation of ink for ink jet recording 

[0727] In Example 7-1 0, the same surface-treated dimethyl quinacridone pigment as prepared in the foregoing Ex- 
ample 7-9 (1) was used. As a penetrating agent there was used Surfynol 465 (produced by Air Products Co., Ltd.), 
which is an acetylene giycol-based surface active agent. The specific ink composition will be given below. 



,30 



Surface-treated dimethyl quinacridone pigment of Example 7-9(1) 


7.0% (in terms of solid content) 


Surfynol 465 


2.0% 


Glycerin 


12.0% | 


Polyoxyethylene (PO=8) nonyl phenyl ether 


0.2% 


1,5-Pentanediol 


5.0% 


Propanol 


3.0% 


Ammonia (28% aqueous solution) 


0.2% 


Urea 


3.0% 


Ion-exchanged water 


Balance 



[0728] The preparation procedure was as follows. 

[0729] To the surface-treated dimethyl quinacridone pigment prepared in the foregoing Example 7-9 (1) were then 
added ion-exchanged water and ammonia so that the dispersibility providing group was subjected to ionic dissociation. 
45 Thereafter, to the surface-treated dimethyl quinacridone pigment solution prepared previously was added gradually a 
mixture of Surfynol 465, glycerin, polyoxyethylene (PO=8) nonyl phenyl ether, 1,5-pentanediol, propanol, and urea 
which had been prepared in a separate vessel with stirring to obtain the ink of Example 7-1 0 according to the invention. 
[0730] The ink thus obtained exhibited a zeta-potential of 38 mV (absolute value), a viscosity of 4.6 mPa-s, and a 
surface tension of 29 mN/m. 

so 

(3) Preparation of ink cartridge 



[0731 ] The ink prepared in the foregoing Example 7-1 0 (2) was injected into Cartridge C2 described in the foregoing 
clause "Examples of preparation of cartridge for ink jet recording ink" from a syringe through the venting hole to obtain 
55 an ink cartridge to be used in Example 7-10. 
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(4) Determination of amount of S0 4 2 -, total amount of polyvalent metal ions and amount of tin ion 

[0732] Determination was effected In the same manner as in the foregoing Example 7-1 (4). As a result, the amount 
of S0 4 2 * was 750 ppm, the total amount of polyvalent metal ions was 610 ppm, and the amount of tin ion was 60 ppm. 

5 

(5) Printing test 

[0733] Printing test was effected in the same manner as in the foregoing Example 7-1 (5). The results of printing test 
were the same as that of the foregoing Example 7-4. (Initial test results: Evaluation "B"; results of test after one week: 
10 Evaluation "A"). 

(6) Ink storage stability test 

[0734] Ink storage stability test was effected in the same manner as in the foregoing Example 7-1 (6). As a result, 
J5 under any conditions, there were observed some viscosity change and foreign matters left on the filter. Evaluation 
M B' ") 

[0735] Table 9 shows the data, including the results of test, of Examples 7-1 to 7-1 0 and Comparative Examples 7-1 
to 7-2. 
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Claims 

1 . An ink for ink jet recording comprising at least a particulate pigment having a sulfur-containing dispersibility pro- 
viding group chemically bonded to the surface thereof with a treatment containing sulfur, a penetrating agent, and 
water, characterized in that said sulfur content in the liquid component of the ink is 2,000 ppm or less as calculated 
in terms of S0 4 2 *. 

2. The ink for ink jet recording according to Claim 1 , wherein the amount of polyvalent metal ions contained in said 
liquid component is 800 ppm or less. 

3. The ink for ink jet recording according to Claim 1 or 2, wherein said pigment is a carbon black pigment and/or 
organic pigment. 

4. The ink for ink jet recording according to any one of Claims 1 to 3 : wherein said penetrating agent is an acetylene 
glycol-bascd surface active agent, acetylene alcohol-based surface active agent, 1 ,2-alkylene glycol and/or glycol 
ether. 

5. The ink for in* jet recording according to any one of Claims 1 to 4, wherein there is further incorporated a material 
having a structure represented by Ihe following general formula (1): 

R-EOnyPOrnyX (1) 

wherein R represents * C 410 ai*anol group which is an n-group and/or other isomers; EO represents an ethylene 
oxy group; PO represents a propylene oxy group, with the proviso that EO and PO are present in the molecule 
and their order of Arrangement arc arbitrary; X represents a hydrogen atom or -S0 3 M (in which M represents a 
hydrogen ion. aiknbnc mctitJ inorganic base or organic amine) ; and n^ and m 1 each represent the number of 
repetition of EO and PO rospoctrvoly, which are each a value averaged over the entire system, i.e., from 0 to 10 
and from 1 to 5. retpectrvory 

6. The ink for ink jet recording according to any one of Claims 1 to 5, further comprising a particulate polymer incor- 
porated therein. 

7. The ink for ink jet recording according to Claim 6, wherein the amount of said particulate polymer to be incorporated 
is from 0.5 to 15% by wctght 

8. An ink for ink jet recording comprising at least a particulate pigment having a sulfur-containing dispersibility pro- 
viding group chemically bonded to the surface thereof with a treatment containing sulfur, a penetrating agent and 
water, characterized in that the amount of said sulfur-containing dispersibility providing group is 10x 10 -6 equivalent 
or more per g of particulate pigment. 

9. The ink for ink jet recording according to Claim 8, wherein said sulfur-containing dispersibility providing group is 
a sulfonic acid group (-S0 2 OH) and/or sulfinic acid group (-RS0 2 H in which R is a alkyl or phenyl group or 
modification product thereof). 

10. The ink for ink jet recording according to Claim 9, wherein the absolute value of zeta-potential of particulate pigment 
at 20 P C and pH value of from 8 to 9 in a diluted ink solution obtained by diluting the ink with ion-exchanged water 
such that the concentration of the foregoing particulate pigment is from 0.001 to 0.01 % by weight is 30 mV or more. 

11. An ink for ink jet recording comprising at least a particulate pigment having a sulfur-containing dispersibility pro- 
viding group chemically bonded to the surface thereof with a treatment containing sulfur, a penetrating agent, and 
water, characterized in that the amount of the sulfur-containing dispersibility providing group is 10 x 10' 6 equivalent 
or more per g of particulate pigment, the sulfur-containing dispersibility providing group is a sulfonic acid group (- 
S0 2 OH) and/or sulfinic acid group (-RS0 2 H in which R is a C V12 alkyl or phenyl group or modification product 
thereof) , and the absolute value of zeta-potential of particulate pigment at 20°C and pH value of from 8 to 9 in a 
diluted ink solution obtained by diluting th ink with ion-exchanged water such that the concentration of the fore- 
going particulate pigment is from 0.001 to 0.01% by weight is 30 mV or more. 



91 



EP 1 122 286 A1 

12. An ink for Inkjet recording comprising at least a particulate pigment, a penetrating agent and water, characterized 
in that said particulate pigment has a sulfonic acid anion group (-S0 3 -) and/or sulfinic acid anion group (-RS0 2 in 
which R is a C^ 2 a,k y l or Phenyl group or modification product thereof) chemically bonded to the surface thereof 
and the counter cation of the sulfonic acid anion group and/or the counter cation of the sulfinic acid anion group 
is selected from the group consisting of alkaline metal ions and monovalent ions represented by the chemical 
formula (R 1 R 2 R 3 R 4 N)+ (in which R 1 , F^, R 3 , and R 4 may be the same or different and each represent a hydrogen 
atom, alkyl group, hydroxylalkyl group or halogenated alkyl group). 

13. The ink for ink jet recording according to Claim 12, wherein said counter cation of the sulfonic acid anion group 
" and/or counter cation of the sulfinic acid anion group comprises at least one of lithium ion (Li 4 ), sodium ion (Na 4 ), 

potassium ion (K 4 ), ammonium ion (NB 4 + ) and alkanolamine cation. 

14. The ink for ink jet recording according to Claim 12 or 13, wherein said counter cation of the sulfonic acid anion 
group and/or counter cation of the sulfinic acid anion group comprises at least Na 4 and NH 4 + . 

15. The ink for ink jet recording according to any one of Claims 12 to 14, wherein the total amount of alkatine metal 
ion in the liquid component (vehicle) of the ink is 10,000 ppm or less. 

16. An ink for ink jel recording comprising at least a surface -treated pigment independently dispersible in an aqueous 
solvent having a sulfur-containing dispersibility providing group chemically bonded to the surface thereof with a 
treatment containing sulfur, a penetrating agent, and water, characterized in that there are incorporated one or 
more selected from the group consisting of oxazolidine-based compound, alkylisothiazolone, chloroalkylisothia- 
zolone : benzisothiazolone, bromonitroalcohol and chloroxylenol. 

17. The ink for ink jet recording according to Claim 1 6, wherein said oxazolidine-based compound is 4,4-dimethyloxa- 
zolidine, said alkylisothiazolone is octyiisothiazolone and/or methylisothiazolone, and said chloroalkylisothiazolone 
is choromethylisothiazolone. 

18. The ink for ink jet recording according to Claim 16 or 17, wherein the added amount of one or more selected from 
the group consisting of said oxazolidine-based compound, alkylisothiazolone, chloroalkylisothiazolone, benziso-- 
thiazolone, bromonitroalcohol and chloroxylenol is from 0.01 to 0.5% by weight. 

19. An ink for ink jet recording comprising at least a particulate pigment having a sulfur-containing dispersibility pro- 
viding group chemically bonded to the surface thereof with a sulfur-containing treatment, a penetrating agent and 
water, characterized in that said penetrating agent is a material having a structure represented by the following 
genera! formula (2), an acetylene glycol-based surface active agent, an acetylene alcohol-based surface active 
agent, 1 ,2-alkylene glycol and/or glycol ether. 

R-EOn 2 -POm 2 -X ( 2 ) 

wherein R represents a C^o alkanol group which is an n-group and/or other isomers; EO represents an ethylene 
oxy group; PO represents a propylene oxy group, with the proviso that EO and PO are present in the molecule 
and their order of arrangement are arbitrary; X represents a hydrogen atom or -S0 3 M (in which M represents a 
hydrogen ion, alkaline metal, inorganic base or organic amine) ; and n 2 and m 2 each represent the number of 
repetition of EO and PO, respectively, which are each a value averaged over the entire system. 

20. The ink for ink jet recording according to Claim 19, wherein R in the general formula (2) is a butyl group, pentyl 
group, hexyl group, heptyl group, octyl group, nonyl group and/or decyl group. 

21. The ink for Inkjet recording according to Claim 20, wherein said butyl group is mainly composed of n-butyl group, 
isobutyl group and/or t-butyl group, said pentyl group is mainly composed of n-pentyl group and/or other isomers, 
said hexyl group is mainly composed of n-hexyl group and/or other isomers, said heptyl group is mainly composed 
of n-heptyl group and/or other isomers, said octyl group is mainly composed of n-octyl group and/or other isomers, 
said nonyl group is mainly composed of n-nonyl group and/or other isomers, and said decyl group is mainly com- 
posed of n-decyl group and/or other isomers. 
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22. The ink for ink jet recording according to Claim 1 9, wherein n 2 and rn 2 in the general formula (2) are from 0 to 10 
and from 1 to 5, respectively. 

23. The ink for ink jet recording according to Claim 1 9, wherein the average molecular weight of said material repre- 
5 sented by the general formula (2) is 2,000 or less. 

24. The ink for ink jet recording according to Claim 1 9, wherein said acetylene glycol-based surface active agent and 
acetylene alcohol-based surface active agent each are 2,4-dimethyl-5-hexyne-3-ol, 2,4,7,9-tetramethyl«5-desyne- 
4,7-diol, 3,6-dimethyl-4-octine-3,6-diol and/or 2,4-dimethyl-5-hexyne-3-ol, 2,4,7,9-tetramethyl-5-desyne-4,7-diol 

10 or 3,6-dimethyl-4-octine-3,6-diol having 30 or less ethylene oxy groups and/or propylene oxy groups added thereto 

on the average. 

25. The ink for ink jet recording according to Claim 1 9, wherein said 1 ,2-alkylene glycol is 1 ,2-(C4. 10 alkyl)diol. 

is 26. The ink for ink jet recording according to Claim 19, wherein said glycol ether is one or a mixture of two or more 
selected from the group consisting of diethylene glycol mono (C^g alkyl) ether triethylene glycol mono (C^ 8 alky!) 
ether, propylene glycol mono (C 3 . 6 alkyl)ether and dipropylene glycol mono (C 3 . 6 alkyl) ether. 

27. A process for the preparation of an ink for ink jet recording which comprises treating the surface of a particulate 
20 pigment with a treatment containing sulfur to allow a sulfur-containing dispersibility providing group to be chemically 

bonded to the particulate pigment, and then mixing said particulate pigment thus treated with a penetrating agent 
and water characterized in that said treatment is used in such an amount that the amount of the sulfur-containing 
dispersibility providing group to be incorporated is 10 x 10 -6 equivalent or more per g of the particulate pigment. 

25 28. The process for the preparation of an ink for Inkjet recording according to Claim 27, wherein said sulfur-containing 
dispersibility providing group is a sulfonic acid group (-S0 2 OH) and/or sutfinic acid group (-RS0 2 H in which R is 
a C 1-12 alkyl or phenyl group or modification product thereof). 

29. The process for the preparation of an ink for ink jet recording according to Claim 27, wherein there is provided a 
30 - step of subjecting sulfonic acid group and/or sulfinic acid group to ionic dissociation in the ink before the addition 

of the ink solvent. 

30. The process for the preparation of an ink for ink jet recording according to Claim 27 or 28, wherein the absolute 
value of zeta-potential of particulate pigment at 20°C and pH value of from 8 to 9 in a diluted ink solution obtained 

35 by diluting the ink with ion-exchanged water such that the concentration of the foregoing particulate pigment is 

from 0.001 to 0.01% by weight is 30 mV or more. 

31. A process for the preparation of an ink for ink jet recording which comprises allowing a sulfonic acid anion group 
(-SO 3 ") and/or sulfinic acid anion group (-RS0 2 in which R is a C v12 alkyl or phenyl group or modification product 

^0 thereof) to be chemicaily bonded to the surface of the particulatepigment, and then mixing the particulate pigment 

thus treated with a penetrating agent and water, characterized in that said counter cation of the sulfonic acid anion 
group and/or said counter cation of the sulfinic acid anion group is selected from the group consisting of alkaline 
metal ions and monovalent ions represented by the chemical formula (R 1 R 2 R3R4N) + (in R lt R 2 , R 3 , and R4 may 
be the same or different and each represent a hydrogen atom, alkyl group, hydroxylalkyl group or halogenated 

45 alkyl group). 

32. The process for the preparation of an ink for ink jet recording according to Claim 31 , wherein said counter cation 
of the sulfonic acid anion group and/or said counter cation of the sulfinic acid anion group comprises at least one 
of lithium ion (Li + ), sodium ion (Na+), potassium ion (K + ), ammonium ion (NH 4 + ) and alkanolamine cation. 

50 

33. The process for the preparation of an ink for ink jet recording according to Claim 31 or 32, wherein said counter 
cation of the sulfonic acid anion group and/or counter cation of the sulfinic acid anion group comprises at least 
Na+andNH 4 + 

55 34. The process for the preparation of an ink for ink jet recording according to any one of Claims 31 to 33, wherein 
the total amount of alkaline metal ion in the liquid component (vehicle) of the ink is 10,000 ppm or less. 

35. An ink set for ink jet recording comprising at I ast a pigment, a pen trating agent and water, characterized in that 
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saidpigmentisasurface-treatedp^ 

ically bonded to the surface thereof with a treatment containing sulfur and compnses black, yellow, magenta and 
cyan pigments in combination. 

s 36 The ink set for ink jet recording according to Claim 35, wherein said black surface-treated pigm nt is carbon black, 
laid yellow slStreated pigment comprises one or two or more selected from the group consist^ of C.I. pig- 
ment vellow 55 74 97, 109, 110, 128, 138, 147, 151, 154 and 180, said magenta surface-treated pigment com- 
prSson^ 

!S cyan surface-treated pigment comprises one or two or more selected from the group cons.st.ng 
10 of C.I. pigment blue 15, 15:1,15 :2, 15:3, 15:4, 15: 6 and 16. 

37 An ink set for ink jet recording comprising at least a pigment, a penetrating agent and water, characterized in that 

ically bonded to the surface thereof with a treatment containing sutfur and compnses black, yellow, magenta, cyan, 
15 orange and green pigments in combination. 

38 The ink set for ink jet recording accordingto Claim 37, wherein said black surface-treated pigment is carbon black, 
laid yellow slcLca.ed pigment comprises one or two or more selected from the group consisting of C.I. p.g- 
ment vellow 55 74 97 109 110. 128, 138, 147, 151, 154 and 180, said magenta surface-treated pigment com- 
pTes^eo. L o, „«■ S e.oc,od from the group consisting C... pigments 122. 202 and209, andCX ^gmen 
violet 1 9, sa,d cy.n surf accreted pigment comprises one or two or more selected from the group consul, of 
CI pigment o.uc 15 15 1 . 15 . 2. 15 : 3, 15 : 4, 1 5 : 6 and 16, said orange surface-treated p.gment compnses 
one ortwo or more selected from the group consisting of C. I . pigment orange 43 and 36, and ^J^^^^.^'^fgg 
treated pigment composes one or two ormore selected from the group cons.st.ng of C.I. p.gment green 7 and 36. 



25 



39 The ink set for mk )Ot roco.(*ng according to any one of Claims 35 to 38, wherein the amount of said dispersibility 
JmvSing group ,n1d .urf JLeated 'particulate pigment is 10 x 10-6 equivalent or more per g of part.cu.ate 



30 



pigment. 

40 An inkcartridge compnsmg an tik .mpregnating foam and an ink incorporated in the ink impregnating foam, char- 
a^zed^ 

gmup prolided on the su^ce thereof, a penetrating agent and water and the content of 
ponent in the ink mco.pora.ed in the ink impregnating foam is 2,000 ppm or less as calculated^ terms of S0 4 . 

35 41. The ink cartridge according to Claim 40, wherein said pigment is a carbon black pigment and/or organic pigment. 

42 The inkcartridge accord.ngto Cairn 40, wherein said penetrating agent is an acetylene glycol-based surface active 
* agent, acetylene alcohol-based surface active agent, 1 ,2-alkylene glycol and/or glycol ether. 

40 43. The ink cartridge according to Claim 40, wherein said ink impregnating foam is a urethane foam. 

44. The ink cartridge according to Claim 43, wherein said urethane foam is a urethane foam which is prepared in the 
presence of an organic metal compound as a catalyst. 

45 45. The ink cartridge according lo Claim 44, wherein the added amount of said organic metal compound is from 0.01 
to 0.2% by weight based on the weight of said urethane foam. 

46. The ink cartridge according to any one of Claims 40 to 45, wherein the total amount of metallic ions and other 
polyvalent metallic ions from said organic metal compound catalyst contained in the l.qu.d component of the .nk 

so is 800 ppm or less. 

47. The ink cartridge according to any one of Claims 40 to 46, which is an ink cartridge for ink jet recording apparatus. 
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Continuation of Box No, II of continuing of first sheet (1) 



A matter common to claims 1 to 47 ie considered to be u an ink for ink- jet 
recording which comprises: pigment particles having sulfur-containing 
dispersibility- imparting groups chemically bonded to the surface thereof with 
a sulfurized treating agent; an infiltrating agent; and water". 

(1) Claims 1 to 7 pertain to an ink in which the sulfur content is not higher than 
a given value. 

(2) Claims 8 to 10 and 27 to 30 pertain to an ink in which the sulfur content is not 
lower than a given value and to a process for producing the same. 

{ 3 ) Claim 11 pertains to an ink in which the sulfur-containing dispersibility- imparting 
groups are specific groups and the pigment particles have a specific value of 
zeta potential. 

(4) Claims 12 to IS and 31 to 34 pertain to an ink in which the sulfur -containing 
dispersibility- imparting groups and the counter ions thereof are specific groups 
and to a process for producing the same. 

(5) Claims 16 to 18 pertain to an ink further containing a specific antiseptic. 

(6) Claims 19 to 26 pertain to an ink in which the infiltrating agent is a specific 
one . 

(7) Claims 3 5 to 39 pertain to an ink set comprising a combination of the above inks. 

(8) Claims 40 to 47 pertain to an ink cartridge containing an ink impregnation foam 
impregnated with any of the above inks in which the liquid component (s) has a 
sulfur content not higher than a given value. 

As a result of the international search, the matter common to claims 1 to 
47 was found to be disclosed in document JP. 10-110129, A (Toyo Ink Mgf. Co., 
Ltd.), 28 April, 1998 (28.04.98), This matter is hence not novel and is not 
considered to be a special technical feature in Rule 13.2 of the Regulations 
under the PCT. 

Futhermore, (IK to (8) are not considered to have any other common matter 
which is regarded as the special technical matter. 

There is no special technical feature common to all' the claims. Therefore, 
the claims 1 to 47 are not considered to be a group of inventions so linked as 
to form a single general inventive concept. 
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